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PREFACE 

■  t 

m 

Many  fundamental  principles  which  apply  in  all  branches  of 
chemistry  are  given  in  the  first  course,  but,  of  necessity,  they  are 
presented  more  or  less  didactically.  Students  at  that  time  have  so 
small  a  knowledge  of  the  facts  of  chemistry  they  cannot  be  expected 
to  understand  the  full  significance  of  these  principles,  and  they 
usually  forget  them  quickly.  In  the  sophomore  or  jimior  year  con- 
ditions are  otherwise,  and  at  this  stage  they  appreciate  a  critical  con- 
sideration of  these  half-learned,  three-quarters  forgotten,  fundamental 
principles,  and  both  value  a^d  enjoy  following  the  reasonings 
which  lead  to  others.  Such  critical  studies  develop  the  habit  of 
right  thought  and  tend  to  diminish  the  number  of  those  who  memo- 
rize and  recite  parrot-fashion  but  will  not  think.  For  these  reasons 
the  writer  believes  a  course  of  lectures  in  elementary  theoretical  and 
physical  chemistry  should  follow  the  first  courses  in  general  chem- 
istry and  qualitative  analysis. 

This  book  is  intended  for  use  in  such  a  course  and  is  addressed  to 
students  who  know  a  little  chemistry.  It  comprises  about  all  that 
can  be  advantageously  presented  in  two  or  three  lectures  a  week 
through  one  year,  but  it  is  hoped  it  may  be  found  useful  for  shorter 
courses  or  collateral  reading. 

An  unfortimate  impression  has  got  abroad  that  much  mathematics 
is  needed  for  a  comprehension  of  physical  chemistry;  unfortimate,  as 
it  deters  many  who  want  it,  and  would  profit  by  it,  from  electing  the 
subject.  No  attempt  has  been  made  to  avoid  the  use  of  mathe- 
matics, but  a  perusal  of  this  book  will  show  that  ordinary  arithmetic 
and  elementary  algebra  are  sufficient,  except  in  five  or  six  demonstra- 
tions. One  unfamiliar  with  the  calculus  must  take  it  on  faith  that 
steps  in  the  derivations  of  half  a  dozen  formulae  are  correct,  and  that 
is  all. 

Classifications  and  methods  of  presentation  which  have  proved 
satisfactory  by  their  results  should  not  be  tampered  with  unless  for 
clearly  good  cause.  My  colleagues  will  therefore  recognize  many 
familiar  statements  and  arrangements  in  the  following  pages.    But 
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the  book  is  not  wholly  devoid  of  novelties.  In  lecturing  over  this 
ground  repeatedly  for  the  last  thirteen  years,  the  facts  arranged 
themselves,  automatically  as  it  were,  in  four  subdivisions.  The  first 
section  (three  chapters)  aims  to  show  the  value  of  philosophy  in 
science.  In  the  second  section  (seven  chapters)  the  ever-present 
question  is:  What  are  the  ultimate  constituents?  In  the  third  section 
(nine  chapters)  we  are,  primarily,  stud3dng  the  properties  of  sub- 
stances as  such,  and  in  the  last  section  (eleven  chapters)  our  atten- 
tion is  centered  upon  the  processes  by  which  substances  become 
what  they  are. 

The  most  difficult  part  of  the  task  has  been  the  selection  of  topics 
to  omit.  The  title  of  almost  every  chapter  is  the  title  of  a  book, 
some  of  them  works  in  several  volumes.  The  attempt  was  made  to 
select  the  salient  facts  and  principles  of  each  branch,  and  to  con- 
struct from  these  a  picture,  intended  to  give  a  fair  idea  of  the  character 
of  the  information  to  be  obtained  by  pursuing  each  subject  fiurther. 

Believing  it  to  be  generally  true  that  the  value  of  items  of  knowl- 
edge is  directly  proportional  to  the  simplicity  with  which  they  can  be 
presented,  most  earnest  efforts  have  been  directed  to  show  the  inher- 
ent simplicity  of  some  ideas,  too  often  hermetically  sealed  under  for- 
bidding names  and  a  maze  of  technical  terms.  Some  may  feel  that 
this  has  resulted  in  too  great  disregard  of  a  few  time-honored  terms, 
perhaps  even  a  ruthlessness  with  one  or  two  accepted  elaborations. 
Criticism  on  this  score  will  not  be  disagreeable,  rather  the  reverse;  for 
it  is  the  plain  duty  of  teachers  and  writers  to  make  the  truths  and 
thoughts  they  have  to  impart  as  simple  as  they  can.  Ideas  sur- 
rounded by  a  fog  of  terms  and  formulae,  through  which  only  a  select 
few  can  find  the  way,  are  open  to  suspicion  as  to  their  worth.  We 
are  obliged  to  coin  too  many  new  terms  as  it  is,  and  any  multiplica- 
tion of  them,  not  absolutely  necessary,  tends  to  establish  a  sort  of 
monopoly  which  is  abhorrent  to  the  ideals  of  science. 

It  is  with  great  gratitude  that  I  acknowledge  my  indebtedness  to 
my  former  teachers,  Wilhelm  Ostwald  and  Walther  Nemst,  whose 
writings  I  have  freely  used.  It  gives  me  pleasure  also  to  acknowledge 
my  obligations  to  my  colleagues,  Professors  W.  J.  Hale,  W.  G. 
Smeaton  and  S.  C.  Lind  for  assistance  and  suggestions  during 
the  reading  of  proof. 

S.  LAWRENCE  BIGELOW. 

Ann  Arbor,  Mich. 
January^  191 2. 
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Theoretical  and  Physical  Chemistry 


SECTION   I 

THE   PRINCIPLES   OF   SCIENCE 


CHAPTER  I 

THE  NAME,  SCOPE,  AND  VALUE  OF   OUR  SUBJECT 

There  is  a  large  and  increasing  body  of  classified  knowledge, 
consisting  of  important  facts,  generalizations,  and  theories,  which 
forms  the  basis  for  each  and  for  all  branches  of  the  science  of  chemis- 
try. Most  of  the  recent  books  presenting  this  knowledge  have  called 
it  "physical  chemistry,"  because  it  contains  so  much  that  belongs 
equally  to  chemistry  and  to  physics.  This  is  neither  a  new  name  nor 
a  new  subject.  Gilbert's  ".Annalen  der  Physik  und  der  Physikalischen 
Chemie,"  in  1819,  recognized,  in  this  use  of  the  term  "physical  chem- 
istry," the  claims  of  scientific  investigations  including  facts  from  each 
of  the  two  sister  sciences. 

But  it  has  grown  amazingly  since  then,  and  for  the  last  twenty-five 
years  has  been  accepted  as  a  special  branch  of  chemistry,  quite  on  a 
par,  in  usefulness  and  in  what  it  has  accomplished,  with  other  branches, 
such  as  organic  or  analytical  chemistry.  The  extraordinary  quan- 
tity and  quality  of  the  discoveries  resulting  from  its  pursuit  are  but 
inadequately  presented  in  this  book,  and  the  reader  is  urged  to  refer 
to  the  standard  works  of  Wilhelm  Ostwald,  often  called  the  father 
of  this  specialty,  and  to  the  no  less  authoritative  texts  of  W.  Nemst 
and  J.  H.  van't  Hof!.* 

*  An  interesting  historical  summary  is  contained  in  ''An  Introduction  to  the 
Study  of  Physical  Chemistry"  (47  pages),  written  by  Sir  William  Ramsay  as  an 
introduction  to  a  series  of  texts  on  special  topics  of  physical  chemistry  of  which 
he  is  the  editor.  It  was  bound  in  with  the  first  copies  of  "The  Phase  Rule,"  by 
Alexander  Findlay ,  but  latterly  has  been  prefixed  to  "  Stoichiometry,"  by  Sydney 
Young.    It  is  also  published  separately. 
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Sometimes  the  term  "physical  chemistry"  is  used  to  denote  a 
special  group  of  laboratory  methods,  applying  to  chemical  problems 
more  refined  measurements  and  more  elaborate  instnunents  than 
the  older  methods  of  descriptive  inorganic,  organic,  or  analytical 
chemistry.  If  it  is  to  stand  for  this  group  of  laboratory  methods,  we 
need  another  name  for  the  more  comprehensive  subject,  of  which 
those  methods  are  a  subdivision. 

W.  Nemst  calls  his  book  "Theoretical  Chemistry,"  but  this  is  op)en 
to  the  objection  that  the  subject  covers  much  more  than  the  theories 
alone.  Without  doubt,  the  best  title  is  that  which  Ostwald  givee  it, 
"AUgemeine  Chemie,"  "general  chemistry,"  for  it  does  comprise 
the  facts,  laws,  and  theories  which  are  of  general  applicability 
throughout  chemistry.  But  "general  chemistry"  has  grown  to  mean 
a  beginners'  course,  introducing  a  few  main  principles,  and  as  much 
of  descriptive  inorganic  chemistry  as  time  permits.  The  tendency 
to  increase  the  number  of  fundamental  general  principles  in  the  first 
courses  at  the  expense  of  the  purely  descriptive  matter  is  more  and 
more  marked,  until,  in  many  cases,  the  first  courses  in  chemistry 
to-day  are  very  like  the  elementary  courses  in  "physical  chemistry" 
of  ten  or  fifteen  years  ago.  This  welcome  transformation  is  directly 
due  to  Ostwald's  teaching  and  writings.  But  it  gives  the  beginners' 
course  an  undeniable  right  to  the  title  "general  chemistry." 

What  then  shall  we  call  a  course  of  lectures,  or  book,  which  strives 
to  summarize  and  to  unify  the  most  important  facts  and  ideas  of 
physical,  general,  theoretical,  historical,  inorganic,  organic,  analyti- 
cal, and  applied  chemistry,  in  short,  of  chemistry  as  a  whole?  Not 
many  years  ago,  books  with  the  above  aim  were  called  "chemical 
philosophies."  Dal  ton's  epoch-making  book  containing  the  first  dear 
statement  of  the  laws  of  definite  and  multiple  proportions  and 
the  atomic  theory,  published  in  1808,  was  called  "A  New  System 
of  Chemical  Philosophy."  In  1837,  J.  B.  Dumas  published  his 
"Lecohs  sur  la  Philosophie  Chimique."  These  instances  might  be 
multiplied.* 

The  term  fell  into  disuse,  if  not  disrepute,  largely,  no  doubt,  due 

^  On  page  2,  Dumas  has  this  to  say  about  his  subject:  "La  philosophie  chim- 
ique (a  peine  si  j'ose  la  d^finir),  a  pour  objet  de  remonter  aux  principes  g6n6raux 
de  la  science,  de  montrer  non  seulemcnt  en  quoi  Us  consistent  aujourd'hui,  mais 
encore  quelles  sont  les  diverses  phases  par  lesquelles  ils  ont  pass6,  de  donner  Fex- 
plication  la  plus  g6n6rale  des  ph^nomdnes  chimiqucs,  d'^tablir  la  liaison  qui  existe 
entre  Ics  faits  obscr\-6s  et  la  cause  mtoie  de  ccs  (aits.*' 
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to  the  fact  that  philosophy  passed  through  a  stage  of  vague  specula- 
tions, and  no  scientist  could  see  any  connection  between  such  vapor- 
ings  and  his  own  exact  measurements.  But  real  philosophy  has 
emerged  from  this  eclipse  and  is  to-day  what  it  always  purported  to 
be,  the  science  of  sciences,  with  the  great  aim,  the  classification  and 
unification  of  all  knowledge. 

Each  special  branch  of  chemistry  contains  a  vast  accimiulation  of 
details  and  some  generalizations.  Our  subject  makes  a  specialty 
of  these  generalizations.  It  stands  in  the  same  relation  to  the  subdivi- 
sions of  the  science  of  chemistry  in  which  philosophy  stands  toward 
all  sciences.  Its  main  object  is  to  unify  thought  within  the  science 
of  chemistry;  therefore,  it  might  well  be  named,  the  "philosophy  of 
chemistry."  Its  task  is  then  nothing  less  than  the  systematization 
of  all  chemical  facts;  its  endeavor  is  to  constitute  itself  a  guide  through 
all  the  ramifications  of  this  most  complex,  most  unfinished,  and  at 
the  same  time,  most  promising  and  most  fascinating  of  sciences. 

The  value  of  the  subject  cannot  be  disputed.  Partly  review, 
paitiy  entirely  new  to  students  at  the  stage  at  which  it  is  cus- 
tomarily taken  up,  it  gives,  as  it  were,  a  bird's-eye  view  of  what  has 
been  accomplished  and  what  should  be  done  next;  it  brings  out  inter- 
relationships not  before  suspected,  and  opens  vistas  of  possible  new 
developments  and  applications  which  should  produce  an  inspiring 
effect. 

Searchingly  critical  in  its  spirit,  no  idea  is  so  venerable  it  must  be 
spared,  and  none  so  new  it  need  not  be  considered.  Its  consistent 
and  literal  application  of  the  scientific  method  has  set  many  an  old 
dogma  tottering,  to  the  extreme  annoyance  of  the  dogma's  chief 
priests,  and  has  exalted  new  ideas  to  a  prominence  yet  more  vexa- 
tious to  the  Pharisees  of  science.  Worst  offense  of  all,  it  claims  to  be 
a  discipline  containing  all  that  is  good  of  conservatism,  in  spite  of 
the  rapid  advances  of  which  it  is  the  instigator. 

The  necessity  for  some  acquaintance  with  this  discipline,  to  the 
scientist  and  to  those  in  other  professions  utilizing  the  facts  and 
methods  of  chemistry,  is  self-evident  arid  universally  acknowledged. 
Perhaps  it  is  unfortunate  that  one  of  its  aliases  is  "theoretical 
chemistry,"  for  there  seems  to  be  still  some  misunderstanding  as  to 
the  practical  value  of  theoretical  chemistry  for  technical  chemists. 
This  misimderstanding  is  disappearing  among  employers,  but  it  is 
still  too  evident  among  students  at  the  stage  when  they  have  just 
decided  to  specialize  in  chemistry.    This  is  doubtless  due  in  part  to 
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ignorance  of  the  import  of  the  word  theoretical.    Common  usage 
seems  to  have  affixed  to  it  an  undeserved  stigma.    One  hears  sudi 
phrases  as,  "Oh,  well,  that  is  only  a  theory,"  or,  "He  is  merely  a 
theoretical  chemist,"  used  as  terms  of  opprobrium.    Some  self-styled 
"practical"  men  think  theories  useless,  all  very  well  in  universi- 
ties perhaps,  but  out  of  place  in  the  factory.    It  is  amusing  to 
see  such  a  man,  confronted  by  a  new  problem,  grope  about  for  a 
"working  hypothesis"  to  help  him  out.    Perhaps  the  books  on  theo- 
retical and  physical  chemistry  are  a  little  at  fault,  perhaps  they  do 
not  convincingly  enough  teach  the  value  and  usefulness  of  theories. 
One  sometimes  hears  the  objection  that  they  are  written  by  those  for 
whom  the  theories  and  generalizations  are  ends  in  themselves,  and  so 
not  enough  emphasis  is  laid  on  the  applications.    There  may  be  some 
truth  in  this,  but  there  is  often  more  truth  in  a  quite  opposite  view. 
Feeling  the  pressure  to  prove  the  subject  of  practical  value,  knowing 
the  many  important  facts  he  has  to  relate  and  the  limited  time  and 
space  at  his  disposal,  a  ^writer  is  apt  to  pass  over  the  older  and  most 
fundamental  topics  too  rapidly.    If  he  made  haste  more  slowly,  relied 
a  little  less  on  the  previous  knowledge  of  his  readers,  took  the  oppor- 
tunity that  this  previous  knowledge  gives  him  to  examine  critically 
and  at  some  length  the  dogmatic  statements  learned  hurriedly  in 
earlier  courses,  the  "practical"  worth  of  the  knowledge  itself,  and 
of  the  habit  of  criticism  it  cultivates,  might  be  more  evident.    At  the 
same  time  the  student  would  acquire  that  familiarity  with  the  main 
generalizations  which  must  precede  their  quick  and  effective  applica- 
tion to  new  problems. 

A  difficulty  with  which  a  teacher  must  contend  is  often  the  mental 
attitude  of  the  student.  He  is,  as  a  rule,  impatient  of  all  except  what 
he  plainly  sees  can  be  converted  into  "bread  and  butter,"  and  forgets 
that  a  man  with  very  little  previous  mental  training  can  learn  how  to 
carry  out  any  established,  routine,  process  according  to  directions, 
and  that  the  higher  prizes  are  for  those  with  trained  minds  as  well  as 
bands,  who  can  think  and  improve  processes  or  invent  new  ones. 
Only  too  frequently  he  seems  determined  to  qualify  for  a  clerkship 
rather  than  make  the  effort  to  deser\e  managerial  responsibility;  to 
become  an  artisan  rather  than  a  scientist.  He  is  young  and  inexperi- 
enced and  not  the  best  judge  of  what  he  needs,  but  he  seldom  lacks 
confidence  in  his  own  powers  of  selection. 

Theory  is  to  practical  application  as  thought  is  to  action,  and  the 
'' practical"  chemist,  who  considers  theoretical  chemistry  unnecessary 
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in  his  business,  is  in  the  ludicrous  position  of  one  advocating  action 
without  thought.* 

The  case  for  theories  and  our  whole  subject,  indeed,  may  be  sum- 
marized in  a  few  brief  statements.  Without  theory  there  can  be  no 
imagination;  without  imagination  there  can  be  no  originality,  no 
advance.  Therefore  we  must  foster  imagination  and  the  theories 
which  feed  it.  But  unrestrained  imagination  has  often  led  to  false 
conclusions  which  have  proved  costly  and  wasteful  of  both  time  and 
money.  We  must,  therefore,  not  be  hasty  but  must  curb  the  imagina- 
tion carefully.    The  necessary  curb  is  experiment  and  right  thinking. 

The  principles  of  right  thinking  are  the  principles  of  science,  and 
some  acquaintance  with  these  is  a  necessary  part  of  a  chemist's 
training. 

*  In  a  short  sketch  of  the  life  of  Lord  Kelvin,  formerly  William  Thomson, 
Professor  Webster  says:  "It  is  interesting  to  recall,  in  connection  with  the  first 
cable,  which  lived  to  transmit  only  732  messages,  that  it  was  ruined  by  the 
practical,  that  is,  non theoretical  electrician,  Mr.  Whitehouse,  who  applied  to  it 
currents  from  huge  induction  coils,  probably  giving  potentials  of  two  thousand 
volts.  By  the  advice  of  Thomson,  thus  dearly  paid  for,  this  was  reduced,  on  the 
1865  cable,  to  a  few  volts,  this  being  amply  sufficient  to  work  his  delicate  instru- 
ments.''   Science^  1908,  p.  4. 


CHAPTER  n 
THE  SCIENTIFIC  METHOD 

Dhrision  into  Subjective  and  Objective.  The  whole  universe  ixmy 
be  considered  as  divided  into  two  parts;  on  the  one  hand,  yourself,  a 
being  capable  of  making  observations;  on  the  other  hand,  everything 
you  observe  outside  yourself.  You  may  turn  your  attention  inward 
and  study  your  mental  processes,  your  feelings,  and  your  emotions, 
or  you  may  turn  it  outward  and  study  the  external  universe.  The 
facts  you  Icam  regarding  your  mental  processes  are  called  subjective, 
those  you  learn  regarding  your  surroundings  are  called  objective.  Ob- 
jective knowledge  is  the  result  of  perception,  subjective  knowledge  is 
the  result  of  reflection. 

Senae  Impreaaiona.  We  depend  then  for  our  knowledge  of  the 
external  universe  on  our  senses;  we  receive  sense  impressions  and 
these  arc  items  of  objective  knowlege.  Sense  impressions  recorded 
as  such,  without  regard  to  possible  connections,  constitute  empirical 
knowledge.  Our  minds  set  to  work  sorting  these  items,  and  we  are 
ra[)ahle  of  following  this  sorting  process  and  noting  facts  about  it, 
thereby  acquiring  subjective  knowledge. 

The  Mind  an  Inatrument.  The  ''natural"  sciences,  of  which 
chemistry  is  an  important  member,  are  objective,  based  on  observa- 
tion anri  cxjM-rimcnt.  But  the  facts  of  observation  and  experiment 
are  riealt  with  by  the  mind,  by  mental  processes.  Thus  the  mind  is 
thr  ever  [)rcwnt,  most  constantly  used  instrument  in  all  sciences. 
Wr  devotr  much  time  and  care  to  learning  how  to  use  balances, 
thrrmomftfTH,  rrfraclomcters,  polariscopes,  and  a  whole  multitude 
of  othrr  inHtrumcnlH.  We  should  do  well  if  we  devoted  more  time  to 
learning  how  to  use  the  most  important  instrument  of  all,  the  mind. 
Surely  a  Mientist,  at  least  as  much  as  anyone,  needs  to  know  how  to 
UVT  hi."*  head,  how  to  classify  his  ideas,  and  how  to  appraise  them. 
Thin  i«i  a  Mience  in  itself  —  philosophy.  Therefore,  every  scientist 
nccdn  to  know  the  fundamental  principles  of  philosophy,  some  logic 
and  some  meta|)hysics.    Even  if  we  wish  merely  to  remember,  we 

should  learn  to  think  systematically.    The  art  of  remembering  is  the 
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art  of  thinking,  and  the  way  to  retain  a  fact  is  to  establish  relations, 
associations,  between  it  and  other  similar  facts  already  in  the  brain. 

Right  Thought.  Right  thinking  establishes  precisely  such  rela- 
tions and  consists  in  chains  of  reasoning,  each  link  suggested  by,  and 
a  necessary,  or  at  least  plausible,  consequence  of  the  one  before. 
The  scientific  method  consists  of  this  right  thinking  based  on,  ac- 
companied, and  followed  by  laboratory  experiments.  By  this  method 
science  has  advanced;  by  this  method  it  will  advance.  The  system 
of  generalizations  and  theories  which  we  are  taking  up  is  one  of  its 
results  and  an  illustration  of  its  application.  This  method  must  be 
understood,  learned,  and  practiced  until  it  becomes  a  habit,  part  of 
one^s  self.  The  establishment  of  this  habit  is  the  chief  aim  of  scientific 
education,  for  it  is  the  most  valuable  asset  a  scientific  man  can  have. 
There  is  nothing  recondite  about  the  method.  It  may  be  summed  up 
in  two  words,  common  sense.  But  common  sense,  in  this  sense,  is  not 
so  common  as  it  should  be. 

Subjective  Facts.  There  is  an  unjustifiable  tendency  among 
some  scientists  to  insinuate  that  only  results  of  laboratory  experiments 
deserve  the  name  "  facts  "  and  that  such  results'comprise  all  knowledge. 
At  one  time  those  undesirable  attributes,  dogmatism  and  intolerance, 
were  thought  to  be  the  special  prerogatives  of  religious  sects,  but  in 
our  haste  to  prove  our  broadmindedness  and  other  virtues,  we  have 
overshot  the  mark,  and  now  the  scientist  intolerant  of  religious  beliefs 
is  a  more  frequent  phenomenon  than  the  theologian  intolerant  of  real 
science.  Man  has  observed  the  effects  of  ideas  and  of  emotions  on 
others  and  on  himself,  and  has  learned  facts  in  this  department,  based 
on  experience  and  experiments,  as  convindng  and  more  intimate 
than  those  carried  out  in  the  chemical  laboratory.  He  knows  that 
ail  other  facts  are  ultimately  converted  into  material  for  the  mind  to 
deal  with,  and  that  it  is  in  this  cerebral  laboratory,  by  means  of  its 
own  mental  methods,  the  crucial  experiments  are  tried,  the  results  of 
which  spell  success  or  failure,  happiness  or  unhappiness. 

Knowledge  does  not  begin  and  end  with  the  "physical"  sciences 
and  there  is  as  much  to  be  learned  in  metaphysics  *  as  in  the  former. 

Words  and  Ideas.  We  communicate  ideas  almost  exclusively  by 
words,  spoken  or  written,  and  unfortunately  the  same  words  some- 
times convey  different  ideas  to  different  individuals.    This  is  a  pro- 

*  The  term  metaphysics  is  applied  to  subjects  in  which  the  facts  examined  are 
emotions,  thoughts,  and  mental  conditions.  W.  Whewell,  "Novum  Oiganon 
Renovatum,"  London,  1858,  p.  139. 
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lific  source  of  misunderstandings  and  t  .s.  For  insta-  -  >as  was 
brought  out  in  the  first  chapter,  the  woru  "theories'^-*  '^•saiis  fanci- 
ful and  useless  things  to  some,  while  to  others  it<:onnotes  about  half 
the  most  absolutely  necessary  items  of  a  ^'practical"  man's  mental 
outfit. 

The  customary  method  is  for  texts  on  science  to  plunge  into  the 
subject  using  many  terms  without  defining  them.  The  young  student 
of  chemistry  soon  talks  freely  of  laws,  theories,  and  causes,  of  energy, 
matter,  weight,  and  mass  without  clear  ideas  of  the  significance  of 
those  terms.  He  gradually,  and  imconsciously,  forms  fixed,  and  too 
often  erroneous,  opinions  about  them,  which  stunt  his  mental  develop- 
ment. He  needs  the  chastening  effect  of  a  searching  cross  examination 
on  what  he  means  by  those  words. 

Not  many  years  ago  students  were  obliged  to  study  the  classics  and 
humanistics  before  beginning  the  "natural"  sciences.  They  thus 
acquired  knowledge  of  the  meaning  of  words  and  of  the  existence  of 
fundamental  problems  and  this  could  be  assumed  in  scientific  texts. 
But  the  elective  system  has  been  creeping  to  lower  and  lower  grades; 
such  broadening  studies  may  be  completely  avoided,  and  it  is  no 
longer  safe  to  make  that  assumption. 

Generalization,  Formulation,  Law.  By  a  mental  process  we 
sort  isolated  bits  of  knowledge,  obtained  by  observation  and  experi- 
ment, into  groups,  such  that  one  feature  is  common  to  all  the  facts 
in  one  group,  and  we  state  this  common  feature  in  a  sentence.  For 
instance,  we  recognize  it  is  true  for  many  thousands  of  experiments 
that  the  elements  unite  in  definite  parts  by  weight,  or  in  simple 
multiples  of  weights  characteristic  of  the  several  elements,  to  form 
chemical  compounds.  This  is  the  statement  \\'ith  which  we  are 
familiar  as  the  law  of  definite  and  multiple  proportions  by  weight, 
sometimes  called  the  law  of  constant  proportions.  Since  it  is  true 
for  many  cases  we  may  call  it  a  generalization.  We  may  also  describe 
it  as  a  formulation  of  an  obser\'ed  regularity  in  the  processes  of  nature. 
Its  most  familiar  name  is  "law."  Notice  that  a  generalization, 
formulation,  law  is  the  result  of  sorting  information  in  our  minds;  it 
is  then  a  product  of  our  minds,  and  in  this  sense  the  "laws  of  nature" 
are  made  by  man. 

A  "law^*'  in  science  is  intended  then  to  be  a  statement  of  fact, 
and  it  is  so,  unless,  as  sometimes  happens,  essential  features  of  the 
experiments  have  escaped  obser\'ation.  It  follows  that  nothing  which 
is  not  fact,  experimentally  determined,  should  ever  be  called  a  law. 
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TT?-  ^statement  s*of  r^  be  adopted  as  a  fundamental  prindple, 
always  c  2  observed,  Jwi^  infractions  of  this  rule  are  sure  to  result 
in  confusion  and  misunderstandings,  in  what  is  aptly  called  "muddy 
thinking." 

If  a  student  knows  the  correct  definition  for  law  and  then  hears 
the  statement  "equal  volumes  of  gases  imder  the  same  conditions 
of  temperature  and  pressure  contain  the  same  number  of  molecules," 
called  "Avogadro's  Law,"  it  is  but  natural  for  him  to  infer  that  we 
have  seen  and  coimted  molecules;  he  is  led  to  believe  what  is  not  so 
and  the  fault  is  not  his.  Precise  definitions  and  correct  use  of  words 
are  necessary  in  classifying  knowledge.  Since  science  is  classified 
knowledge,  whoever  thinks  precise  definitions  of  terms  to  be  of 
secondary  importance  must  consider  science  of  but  sl.'ght  value. 

Approximations  Sometimes  Called  Laws.  Our  simple  formu- 
lations may  be  imperfect,  they  may  not  even  express  accurately  the 
experimental  results.  Our  gas  laws,  for  example,  are  formulations 
which  do  not  correctly  express  the  behavior  of  any  known  gas.  We 
are  perfectly  well  aware  that  they  are  only  approximations,  but  still 
they  are  based  directly  upon  facts,  inasmuch  as  they  express  what  we 
may  call  the  limits  towards  which  the  actually  observed  and  measured 
regularities  in  the  behavior  of  gases  seem  to  tend.  Closer  study,  or 
better  instruments,  permitting  more  refined  measurements,  may 
enable  us  to  improve  our  statements  just  as  our  gas  laws  are  made  to 
express  the  facts  better  by  adding  to  them  van  der  Waals'  corrections. 

Two  Classes  of  Laws.  Our  laws  may  be  divided  into  two  cate- 
gories: first,  laws  which  express  the  facts  so  closely  we  are  unable  to 
measure  any  divergence;  second,  laws  which  are  approximate  formu- 
lations of  the  facts.  Good  examples  of  the  first  class  are  Newton's 
law  of  gravitation,  the  law  of  the  conservation  of  energy,  the  second  law 
of  thermodynamics,  the  law  of  the  conservation  of  mass,  and  the 
law  of  constant  proportions  by  weight.  The  gas  laws  furnish  typical 
instances  of  the  second  class. 

Law  a  "Short  Cut"  in  Education.  The  establishment  of  a 
law  is  to  be  welcomed  as  a  distinct  advance,  for  just  as  it  is  easier  to 
remember  one  thing  than  many,  so  is  it  easier  to  remember  a  law  than 
all  the  hundreds,  perhaps  thousands,  of  isolated  instances.  We  are 
not  apt  to  appreciate  the  value  of  our  inheritance  of  knowledge  con- 
densed in  our  laws,  for  they  are  so  quickly  learned  and  seem  so  self- 
evident  we  forget  the  patient  labors  which  invariably  preceded  their 
formulation.    Embryology  has  taught  us  that  the  young  of  animals 
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in  their  early  stages  summarize  the  process  of  evolution  which  took 
years.  Just  so  we  mentally  siunmarize  the  evolution  of  science  in 
terms  of  these  generalizations.  The  more  the. facts  get  condensed 
into  generalizations  the  more  rapidly  can  students  pass  through  the 
necessary  mental  evolution  and  reach  the  frontier  of  our  knowledge 
where  the  most  important  work  is  to  be  done. 

Other  Meanings  of  the  Word  Law.  Law  is  a  poor  word  for 
our  piupose  because  it  is  also  used  for  the  enactments  of  legislative 
assemblies,  which  only  too  infrequently  conform  to  the  "laws  of 
nature."  "The  civil  law  involves  a  command  and  a  duty;  the  scien- 
tific law  is  a  description,  not  a  prescription."  * 

As  Alexander  Smith  says,  no  penalty  attaches  to  the  gas  which 
disobe3rs  the  gas  laws,  it  is  neither  fined  nor  imprisoned. 

It  is,  therefore,  .  .  .  very  misleading  if  we  permit  ourselves  to  say  that  Boyle's 
law  "acts''  so  as  to  ''cause"  gases  to  behave  in  a  certain  way,  or  that  the  law 
"operates"  to  "produce"  a  certain  behavior,  or  that  other  behavior  is  "impossible" 
to  the  gas,  or  that  the  law  of  cohesion  "intervenes"  when  the  gas  is  imder  k>w 
pressure,  and  causes  its  behavior  to  "diverge  from  that  required"  by  Boyle's  law, 
or  to  say  that  a  gas  "disobeys"  Boyle's  law.  .  .  .  Phrases  like  the  above,  com- 
mon as  their  use  is,  have  been  selected  apparently  with  a  view  to  introdudng  a 
maximum  of  distortion  and  obscurity.  ...  It  is  the  gas  that  "acts"  and  gives 
rise  to  the  making  of  Boyle's  law,  and  the  latter  is  only  an  epitome  of  the  way  it 
acts.  .  .  .  The  progress  of  science  would  be  almost  completely  arrested  if,  every 
time  we  succeeded  in  formulating  a  seemingly  satisfactory  statement  of  truth  in 
regard  to  some  set  of  phenomena,  the  exhibition  by  nature  of  any  behavior  which 
was  in  conflict  with  our  statement  became  forthwith  "impossible."  ...  It  is 
not  the  gas  which  "diverges"  from  our  statement  or  "disobeys"  our  law,  but  our 
statement  which  is  proved  by  the  behavior  of  the  gas  to  be  inaccurate.  Our  pro- 
cedure in  such  cases  is  always  more  logical  than  our  language,  for  we  never  attempt 
to  cure  the  gas  of  its  error  but  always  the  law  itself  by  suitable  modification  in  its 
phraseology,  t 

It  is  a  pity  that  the  word  is  so  ingrained  in  the  whole  literature  of 
science  that  it  is  impractical,  if  not  impossible,  to  avoid  it  entirely; 
but  either  generalization  or  formulation  is  a  better  term.  These  words 
are  too  long  and  we  must  make  the  best  of  it,  remembering  that  the 
word  "law"  means  one  thing  to  a  scientist  in  his  subject  and  another 
thing  to  a  policeman  on  duty. 

Rules.  We  do  have,  in  science,  a  number  of  rules  which  are  very 
like  legislative  enactments,  inasmuch  as  they  are  directions  or  guides 
for  experiment,  thought,  or  expression,  voluntarily  laid  down  by  our- 

•  Karl  Pearson,  "The  Grammar  of  Science,"  second  edition,  p.  87. 
t  Alexander  Smith,  "  General  Inorganic  Chemistry,"  pp.  7  and  8. 
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selves  because  they  are  expedient;  because  following  them  brings  order 
out  of  confusion,  or  saves  time.  We  have  already  laid  down  a  rule 
for  ourselves:  never  give  the  name  "law"  to  anything  but  statements 
of  fact  within  the  reach  of  direct  experimental  proof. 

Cause.  We  do  not  rest  content  having  grouped  facts  and  obtained 
generalizations  or  laws.  We  ask  ourselves  what  may  be  the  reasons, 
the  causes,  the  explanations  for  the  observed  facts,  the  laws.  The 
words  cause,  effect,  and  explanation  are  used  freely  in  daily  conver- 
sation and  in  science,  but  we  are  hard  put  to  it  if  pressed  for  their  pre- 
cise meaning.  They  open  large  questions  which  we  cannot  answer 
completely. 

Hume  first  called  attention  to  the  fact  that  what  we  observe  are 
sequences  of  events  or  conditions  and  that  is  all.  The  condition  or 
event  A  we  learn  is  followed  by  the  condition  or  event  B,  and  this  by 
C  and  so  on;  or,  when  A,  B,  and  C  are  in  juxtaposition,  the  next  thing 
we  know,  D  has  happened.  But  in  the  last  analysis  we  cannot  say 
why  B  should  follow  A,  or  C  follows  B,  nor  why  A,  B,  and  C,  finding 
themselves  together,  give  D.  The  actual  connection,  we  cannot  ob- 
serve; it  escapes  us.  Hydrogen  and  oxygen  and  a  high  temperature, 
brought  together,  furnish  an  explosion,  but  we  don't  know  why.  If 
nitrogen  be  substituted  for  oxygen,  the  explosion  does  not  follow  and 
we  cannot  account  for  the  absence  of  the  effect.  We  may  say  there 
is  marked  chemical  afl^ty  between  hydrogen  and  oxygen  and  less 
between  hydrogen  and  nitrogen,  but  this  does  not  get  us  far,  for  at 
once  the  question  rises,  why  is  there  this  difference  in  affinities?  We 
do  not  know.  Every  "explanation"  raises  a  new  question  and  we 
cannot  give  a  complete  answer  to  "why,"  for  the  simplest  observed 
event. 

That  a  certain  sequence  has  occurred  and  recurred  in  the  past  is  a  matter  of 
exp)erience  to  which  we  give  expression  in  the  concept  causation;  that  it  will  con- 
tinue to  recur  in  the  future  is  a  matter  of  belief  to  which  we  give  expression  in  the 
concept  probability.  Science  in  no  case  can  demonstrate  any  inherent  necessity 
in  a  sequence,  nor  prove  with  absolute  certainty  that  it  must  be  repeated.  Sdence 
for  the  past  is  a  description,  for  the  future  a  belief;  it  is  not,  and  has  never  been, 
an  explanation,  if  by  this  word  is  meant  that  science  shows  the  necessity  of  any 
sequence  of  perceptions.  Science  cannot  demonstrate .  that  a  cataclysm  will  not 
engulf  the  universe  to-morrow,  but  it  can  prove  that  past  experience,  so  far  from 
providing  a  shred  of  evidence  in  favour  of  any  such  occurrence,  does,  even  in  the 
light  of  our  ignorance  of  any  necessity  in  the  sequence  of  our  perceptions,  give  an 
overwhelming  probability  against  such  a  cataclysm.* 

*  Karl  Pearson,  ''The  Grammar  of  Science,"  second  edition,  1900,  p.  113. 
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This  quotation  presents  a  rather  extreme  view.  If  there  were  no 
"necessity"  it  would  be  just  as  likely  that  any  weight  of  oxygen 
whatsoever  should  unite  with  one  gram  of  hydrogen  as  that  ejgfat 
grams  of  oxygen  should  do  so.  If  there  were  no  "necessity"  the 
chances  would  be  almost  vanishingly  small  that  these  exact  prc^r- 
tions  should  be  met  in  two  or  three  successive  experiments.  They  are 
met  as  often  as  we  please  to  carry  out  the  synthesis  of  water,  there- 
fore there  is  a  "  necessity,"  though  we  cannot  state  in  what  it  consists. 

There  must  be  connection  between  cause  and  effect  even  though 
we  cannot  describe  it,  and  we  are  justified  in  assigning  reasons  and 
offering  explanations,  but  we  must  realize  that  none  of  our  reasons 
are  complete;  that  all  our  explanations  are  but  partial.  It  is  as  if  to 
each  event  were  attached  an  immense  number  of  threads  extending 
back  to  all  infinity.  Now  and  then  we  can  grasp  a  thread  or  two  near 
the  event  but  the  others  we  cannot  grasp.  What  we  know  regarding 
the  simplest  imaginable  event  is  insignificant  as  compared  to  what  we 
might  know. 

Theory.  Ha\ing  obser\'ed  a  fact  or  law,  we  ask  oursdves  what 
are  the  conditions,  which,  if  they  existed,  would  presumably  give  rise 
to  what  we  obser\'e.  Final  causes  we  cannot  determine,  but  plausible, 
partial  explanations  of  events  are  >^ithin  our  reach,  and  these  are 
our  theories.  They  are  explanations,  for  we  never  should  reach  them 
if  there  were  no  connection  at  all;  they  are  only  partial  explanations, 
for  we  have  not  a  complete  explanation  for  the  simplest  event;  they 
arc  plausible  only,  for  they  may  or  may  not  represent  actual  conditions. 
Often  we  have  a  choice  between  alternative  explanations  for  given 
facts,  and  we  choose  that  which  appears  the  more  probable,  all  things 
considercil.  But  new  facts  may  some  day  cause  us  to  modify  our 
explanation,  or  substitute  a  new  one,  or  may  make  one  pre\-iously  dis- 
cardcil  seem  the  most  plausible. 

Nature  of  Theories.  Characteristic  of  h>potheses  and  theories 
is  that  they  do  not  state  the  results  of  obscr\ation  and  experiment. 
They  may  or  may  not  express  facts,  which  may  or  may  not  come 
within  range  of  direct  obser\'ations  at  some  future  time.  To  say  you 
will  prove  a  theor>'  is  a  contradiction  in  terms.  If  you  succeed  in 
proving  that  the  assumj)tions  of  some  theor>'  are  facts,  the  statement 
becomes  a  statement  of  fact,  or  a  law,  and  promptly  ceases  to  be  a 
theory. 

Induction.  The  process  thus  far  outlined,  from  experimental  facts 
or  sense  impressions,  through  a  mental  classification  to  a  general!- 
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zation,  formulation,  or  law,  and  then  the  further  mental  process 
resulting  in  a  theory,  is  what  is  called  induction.  This  method  of 
thought,  from  outer  universe  to  ideas,  figments  of  the  imagination, 
is  inductive  reasoning. 

The  Use  of  Theories.  Now  laws  and  theories  are  the  tools  of 
thought  wherewith  a  large  range  of  phenomena  may  be  grasped  at 
once  by  one  mind.  Ability  to  think  in  these  terms  is  the  main  dis- 
tinction between  the  educated  and  the  uneducated  man. 

Starting  from  the  inner  idea,  we  can  reason  outward  and  foretell 
what  will  probably  result  if  we  try  the  experiment.  Our  laws  and 
theories  enable  us  to  prophesy,  and  that  is  a  most  useful  faculty,  if  we 
can  do  it  correctly.  Those  laws  and  theories  which  experience  proves 
lead  to  conclusions  justified  by  the  event  are  the  most  valuable  mental 
tools  we  can  have,  as  no  one  will  deny.  Mere  suggestions,  based  on 
inadequate  evidence,  perhaps  on  an  isolated  instance,  frequently  lead 
to  erroneous  conclusions,  but  imfortunately  they  too  are  often  called 
theories.  That  is  the  reason  the  term  theory  has,  as  has  been  said, 
fallen  into  disrepute.  There  is  a  great  difference,  which  ought  to  be 
accentuated  by  the  use  of  different  words,  between  such  mere  sug- 
gestions and  the  theories  of  science.  A  theory  is  not  incorporated 
in  the  body  of  a  science  nor  taught  as  part  of  that  science  until  it  has 
proved  its  usefulness  as  a  tool  by  which  to  foretell  future  events. 

Investigators  never  put  things  together  haphazard,  and  then  stand 
aside  to  see  what  will  happen.  They  reason  things  out  with  the  assist- 
ance of  their  theories  and  generalizations  and  plan  their  experiments 
to  confirm  or  overthrow  some  working  hypothesis.  Thus  old  and  tried 
theories  are  in  constant  use.  A  working  hypothesis  gains  in  reliability 
each  time  prophecy  based  upon  it  is  foimd  correct,  and  after  enough 
such  demonstrations  of  usefulness,  it  is  accepted  as  one  of  the  theories 
of  science.  This  distinction  between  hypothesis  and  theory  is  not 
hypercritical;  it  is  not  always  maintained,  but  it  would  serve  a  useful 
purpose  if  it  were. 

All  enterprise,  all  originality  existed  first  as  hypotheses  in  the  minds 
of  men,  and  played  a  necessary  part  at  some  stage  of  all  accomplish- 
ments. 

Deduction.  The  process  of  thought  just  outlined,  from  the  inner 
mental  concepts,  laws,  and  theories  outward  to  the  future,  to  experi- 
ments to  be  tried,  is  called  deduction. 

Probability.  We  have  knowledge  of  past  events  and  beliefs, 
but  not  knowledge  concerning  future  events.    Our  laws  summarize 
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our  knowledge,  our  theories  summarize  our  beliefs.  On  the  basis, 
fK>metimes  of  our  laws,  sometimes  of  our  theories,  we  strive  to  foretell 
what  will  probably  happen  under  given  conditions  in  the  future.  Wc 
arc  practically  certain  that  days  and  nights  will  continue  to  alternate, 
but  wc  seldom  feel  much  certainty  regarding  the  weather,  and  if  we 
tons  up  a  coin  we  are  exactly  evenly  divided  in  our  opinion  as  to  whether 
it  will  come  down  heads  or  tails.  Wheii  the  event  depends  on  chance, 
tt»  in  the  last  instance,  we  can  calculate  the  chances  and  express  them 
numerically;  when  incompletely  understood  connections,  causal  con- 
nections, exist,  wc  cannot. 

Comparison  of  Laws  and  Theories.  Laws  codify  established 
facts,  they  arc  history;  theories  contain  the  possibilities  of  the  future. 
Theories  may  be  considered  as  knowledge  in  a  state  of  flux,  the  mother 
\i(\\x()T  out  of  which  there  crystallizes  now  and  then  a  clean-cut,  precious 
new  fact.  We  cannot  say  that  one  is  more  useful  than  the  other,  both 
may  be  fertile  in  suggestion,  both  are  needed  for  progress. 

The  Scientific  Method.  To  sum  up,  the  scientific  method  con- 
sists, first,  in  experiment  and  observation.  This  must  be  followed 
by  induction,  and  this  by  deduction,  and  this  by  experiment  and 
observation  again.  The  great  advances  of  science  are  due  to  this 
systematic  combination  of  experiment  and  right  thought.  Omit  any 
()art,  either  cx])erimcnt  or  right  thought,  and  we  have  dogma,  bald 
assertions  which  have  no  standing  in  science.* 

*  For  more  extended  treatment  of  the  topics  in  this  chapter  and  the  ndct,  and 
many  interesting  considerations  not  here  included,  the  reader  is  referred  to:  "Tlie 
Principles  of  Science/'  by  Jevons;  **  The  Granmiar  of  Science,"  by  Karl  Pearson; 
"  The  Common  Sense  of  the  Exact  Sciences/'  by  W.  K.  Clifford;  "  Analysis  of  the 
Sensations/'  by  E.  Mach;  "  Natur  Philosophie/'  by  W.  Ostwald;  '*  Prinzipien  der 
Chcmie/'  by  W.  Ostwald. 
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Turning  out  attention  outward,  with  the  purpose  to  investigate 
the  external  universe,  we  are  forced  at  once  to  make  use  of  such  terms 
as  space,  time,  energy,  mass,  and  weight.  It  is  certainly  important 
that  we  should  know  what  we  mean  by  these  words.  Philosophers 
have  given  much  thought  to  their  meaning,  while  sdentistsJiave  given 
too  little,  and  so  the  results  obtained  by  philosophers  sometimes  cause 
surprise,  even  irritation,  if  preconceived  opinions  are  too  rudely 
shaken.  We  do  not  like  to  have  it  brought  home  to  us  how  little  we 
really  know.  Sometimes  the  views  thus  opened  are  called  novel, 
radical,  and  subversive.  They  are  none  of  these  things.  It  is  true 
conservatism  to  wish  to  know  where  we  stand  before  we  endeavor  to 
advance.  In  our  all-embracing  haste,  we  are  in  danger  of  forgetting 
what  was  well  known  to  our  fathers  and  our  grandfathers. 

Properties  or  Attributes.  All  our  knowledge  of  the  external 
universe  is  obtained  through  our  senses  and  consists  then  of  sense 
impressions.  Whatever  produces  an  impression  on  our  senses  we  call 
a  property  or  attribute. 

Object.  The  apparent  source  of  a  group  of  properties  or  attri- 
butes we  call  an  object. 

Space.  We  recognize  differences  in  position.  One  position  is 
above  or  below,  in  front  of  or  behind,  to  the  right  or  left  of,  north, 
south,  east,  or  west  of  another.  We  can  describe  no  position  except 
by  giving  its  relation  to  some  other  position.  Our  knowledge  of 
positions  is  then  exclusively  relative,  and  it  is  exactly  this  observed 
relativity  of  position  which  gives  us  our  idea  that  space  exists. 

If  it  exists  it  is  a  thing;  we  cannot  think  of  a  thing  except  as  occupy- 
ing space,  and  thinking  of  space  as  occupying  space  does  not  get  us 
far  along.  A  thing  must  have  properties,  attributes,  otherwise  we 
could  know  nothing  of  it.  The  only  attribute  of  space  we  know  is 
extension,  dimensions.  But  these  words  mean  relations  between  po- 
sitions, i,e,f  space.  To  say  space  is  extension  is  saying  space  is  space, 
and  our  progress  remains  imperceptible.    Again,  a  thing  has  limits, 
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but  we  cannot  think  of  space  as  limited.  It  must  reach  to  infinity, 
and  we  cannot  think  of  infinity.  On  the  other  hand,  we  cannot  think 
of  a  space  so  small  it  cannot  be  further  divided.  It  must  be  infinitely 
divisible,  but  we  cannot  picture  to  ourselves  anything  infinitely  smalL 
Space  then  is  in  fact  incomprehensible,  and  yet  we  know  it  exists  and 
what  we  intend  to  convey  when  we  speak  of  it.* 

Dimensions.  Space  has  three  dimensions.  Why  it  does  not 
have  four  or  more  we  do  not  know,  and  speculations  r^;arding  the 
'*  fourth  dimension  "  have  remained  unprofitable.  Measurements  in 
one  dimension  give  us  distances,  in  two  dimensions,  areas,  and  in  three, 
volumes.t 

Time.  We  observe  sequences  of  events.  One  event  happens 
after  another  or  before  another,  and  on  such  observations  we  base  our 
idea  of  time.  If  time  exists  outside  ourselves,  it  must  make  impres- 
sions on  our  senses.  But  we  are  at  a  loss  to  state  what  attributes  it 
has  which  we  perceive.  Yet,  if  it  has  no  attributes,  it  is  nothing 
objective,  and  must  exist  solely  in  our  minds,  subjectively.  This  is 
a  dilemma  as  uncompromising  as  the  questions  regarding  space.  We 
must  conclude  that  time  also  is  in  fact  incomprehensible,  although  we 
are  all  convinced  of  the  reality  and  the  existence,  somewhere,  of  this 
abstraction,  and  we  know  what  we  mean  by  the  word  time.! 

Being  based  on  sequences  of  events,  on  relations  between  events, 
time,  like  space,  is  relative.  § 

•  See  Herbert  Spencer,  "First  Principles." 

t  The  meter  is  our  unit  of  distance,  and  was  intended  to  be  one  ten-millionth 
of  the  quadrant  of  the  earth's  circumference  drawn  through  Paris  and  the  two 
poles.  A  slight  error  was  made  in  the  original  measurements  and  our  meter  is 
too  short  by  0.02  mm.  Therefore  it  is  empirical,  just  as  the  yard  is  empirical, 
and  it  is,  in  fact,  the  distance  between  two  marks  on  a  platinum  iridium  rod  pre- 
scr\'ed  at  the  International  Bureau  of  Weights  and  Measures  at  Sevres  near  Paris. 
Another  much  used  unit  of  distance  is  the  centimeter,  one  one-hundredth  of  the 
alK)ve  length. 

The  liter  is  the  unit  of  volume.  It  is  the  volume  occupied  by  that  quantity 
of  water  at  4^  C.  which  in  vacuo  will  balance  the  standard  kilogram  preserved  at 
the  International  Bureau.  The  customar>'  definition,  a  cubic  decimeter,  is  not 
accurate.  For  such  readers  as  are  not  familiar  with  the  metric  system,  a  table 
U  included  in  the  appendix. 

I  Sec  Herbert  Si>encer,  "First  Principles." 

S  Our  units  of  time  have  come  down  to  us  from  the  Babylonians.  They  divided 
the  day  into  twenty-four  parasangs  or  hours.  Besides  the  decimal  system,  count- 
ing by  tens,  they  had  also  a  sexagesimal  system  of  notation,  counting  by  sixties. 
Thus  it  happens  that  our  hour  is  divided  into  sixty  minutes  and  our  minutes  into 
sixty  seconds 
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Motion,  Velocity.  When  an  object  occupies  a  sequence  of  dif- 
ferent positions  in  a  sequence  of  time,  we  say  it  is  in  motion.  The 
distance  covered,  divided  by  the  time  required  for  covering  it,  we  call 
the  velocity  of  the  object. 

Acceleration.  Velocity  as  so  defined  may  be  increasing  as  time 
elapses;  this  increase  in  rate  we  call  acceleration. 

Inertia.  An  object  in  motion  is  capable  of  doing  some  work;  we 
say  it  possesses  a  form  of  energy.  When  it  does  work,  it  loses  a 
corresponding  quantity  of  motion.  An  object  at  rest  requires  that 
work  be  done  upon  it  to  set  it  in  motion;  we  say  it  possesses  inertia. 

Motion  is  Relative.  Motion  and  rest  are  merely  relative  terms, 
referring  generally  to  contiguous  objects.  We  know  of  no  object  at 
rest.  All  objects  on  the  earth's  surface  are  revoking  about  the 
earth's  axis,  and  A^ith  the  earth  about  the  sim,  and  with  the  sim 
toward  the  constellation  of  Hercules.  We  do  not  know  the  absolute 
velocity  of  anything. 

Relativity  Principle.  It  has  been  recognized  for  years  by  care- 
ful thinkers  that  the  measures  of  science  are  all  relative  and  that 
absolute  measures  are  beyond  our  ability.  This  old  friend  has  re- 
appeared recently,  masquerading  as  a  novelty  under  the  title  of  the 
"Relativity  Principle"  and  has  caused  a  species  of  consternation  in 
some  quarters;  an  appropriate  illustration  of  the  remarks  in  the  first 
paragraph  of  this  chapter.  There  is  nothing  new  about  the  under- 
lying principle,  but  some  of  the  recent  demonstrations  are  both  novel 
and  interesting. 

Experiments  lead  us  to  state  that  the  velocity  of  light  is  300000 
kilometers  a  second.  Michelson  and  Morley  and  others  have  deter- 
mined the  velocity  of  light  in  the  direction  in  which  the  earth  is 
moving  and  again  at  right  angles  to  this  direction,  by  methods  which 
would  surely  have  detected  the  influence  of  the  earth's  motion  if 
it  had  existed.  No  such  influence  was  observed.  The  velocity  is 
always  the  same,  relative  to  the  observer,  however  measured. 

Is  the  velocity  of  light  influenced  by  the  velocity  with  which  the 
source  of  light  may  be  moving?  Suppose  a  star  is  approaching  us  at 
the  rate  of  10  000  kilometers  a  second;  will  the  light  come  toward  us 
at  the  rate  of  310000  kilometers  a  second?  Suppose  it  is  moving 
away  at  the  same  rate;  will  its  light  come  to  us  at  the  rate  of  290  000 
kilometers  a  second? 

Experiments  always  give  a  velocity  of  300000  kilometers,  rela- 
tive to  the  observer,  independent  of  the  direction  and  velocity  of  the 
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source.  A  brief  description  of  one  such  experiment  may  be  of  interest. 
The  sun  is  revolving  about  its  axis  at  such  a  rate  that  a  point  on  its 
equator  moves  nearly  2  kilometers  a  second.  Tolman*  compared  the 
velocities  of  light  from  the  approaching  part  and  from  the  receding 
part  in  such  a  way  that  a  difference  in  velocity  would  surely  have 
produced  interference  phenomena.  No  such  phenomena  were  ob- 
served; therefore  the  velocities  are  the  same,  relative  to  the  observer. 

This  fact  leads  to  a  series  of  inconceivable  conclusions.  We  receive 
light  from  a  star  moving  away  from  us  at  the  rate  of  10  000  kilometers 
a  second  and  find  its  velocity  here  to  be  300  000  kilometers  a  second. 
We  feel  that  an  observer  on  that  star,  measuring  the  velocity  of  that 
light,  would  find  a  velocity  of  310  000  kilometers  a  second.  The  star 
describes  an  orbit  and  presently  is  approaching  us  at  the  rate  of 
10  000  kilometers  a  second,  and  again  we  find  the  light  from  that  star 
is  moving  with  a  velocity  of  300  000  kilometers  a  second.  We  feel 
that  the  same  observer  on  the  same  star,  repeating  his  observation, 
should  now  find  a  velocity  of  290  000  kilometers  a  second.  This  is 
absurd.  We  cannot  assume  that  a  star  takes  cognizance  of  its  motion 
relative  to  the  earth  and  emits  light  with  a  varying  and  appropriate 
velocity.  It  must  be  emitted  at  the  same  velocity  wherever  that  star 
is  in  its  orbit.  An  observer  on  that  star  must  always  get  the  same 
result  that  we  do.  We  send  him  a  signal  flash  as  his  world  is  moving 
away  from  us.  It  leaves  us  with  a  velocity  of  300  000  kilometers  a 
second.  He  measures  its  velocity  as  it  reaches  him  and  finds  it  is 
moving,  relative  to  him,  300  000  kilometers  a  second;  though  in  order 
to  do  this  it  must  be  moving  at  the  rate  of  310  000  kilometers  a  second 
relative  to  us.  He  returns  the  signal  with  a  velocity  of  300  000  kilo- 
meters a  second  relative  to  himself,  which  ought  to  be  290  000  kilo- 
meters a  second  relative  to  us.  But  when  we  receive  it,  it  seems  to  be 
going  at  the  rate  of  300  000  kilometers  a  second.  It  is  inconceivable 
that  one  and  the  same  light  should  have  two  different  velocities  at 
the  same  time. 

The  obser\'er  on  the  receding  star,  measuring  our  signal,  will  obtain 
the  value  300000  kilometers  a  second  instead  of  290000  kilometers 
if  his  second  is  longer  than  ours.  But  then,  by  the  same  reasoning, 
his  second  should  be  shorter  than  ours  when  his  star  is  approaching 
us.  This  idea  of  compressed  seconds  or  stretched  seconds,  that  simul- 
taneous seconds  are  of  different  lengths  on  different  celestial  bodies, 
b  no  more  conceivable  than  the  first  conclusion. 

♦  R.  C.  Tolman,  Physical  Revirw,  31,  26-40  (1910). 
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Our  observer  would  obtain  the  same  value  that  we  obtain,  even 
though  his  time  were  the  same,  if  his  kilometers  were  first  shorter, 
then  longer.  That  the  distance  between  two  points  alters  itself,-now 
contracting,  now  expanding,  is  likewise  inconceivable. 

We  cannot  avoid  the  conclusion  that  we  have  no  "absolute" 
measures  of  time  nor  distance.  Time  and  distance  enter  into  every 
other  unit  of  measurement,  therefore  all  our  imits  are  merely  relative 
to  the  observer. 

By  this  route  scientists  are  painfully  reaching  the  same  conclusion 
reached  by  philosophers  many  years  ago,  that  "  absolute  "  measures 
are  impossible  for  us,  and  we  are  confined  by  the  nature  of  our  intel- 
lects to  relative  measures. 

Energy.  We  have  used  the  word  energy,  and  this  stands,  with- 
out doubt,  for  the  most  comprehensive  and  fundamental  concept  of 
all  objective  sciences.  If  we  see  an  object,  it  is  through  the  medium 
of  radiant  energy,  light,  which  acts  on  the  retina;  if  we  hear,  it  is 
through  the  medium  of  kinetic  energy  acting  on  our  ear  drums;  if 
we  smell  or  taste,  the  sensation  may  be  traced  to  chemical  energy 
producing  effects  at  the  sense  endings;  if  we  feel,  it  is  kinetic  energy 
again,  for  we  impart  motion  to  our  fingers,  and  feeling  consists  in 
compressions  or  displacements  of  nerve  endings  in  our  fingers.  Energy 
is  then  the  name  we  give  to  whatsoever  produces  an  effect  on  our 

It  may  be  permissible  to  cite  a  well-worn  illustration.  Imagine 
yourself  moving  along  rapidly  in  utter  darkness,  and  imagine  a  stick 
following  close  behind  you  at  the  same  rate.  You  have  no  knowledge 
whatever  of  the  presence  of  the  stick.  If  you  stop  suddenly,  you  will 
immediately  become  conscious  of  its  existence.  What  calls  the  stick 
to  your  attention  is  solely  the  difference  in  rate  of  motion,  i.e.,  kinetic 
energy.  Even  then  you  know  nothing  of  the  total  kinetic  energy  of 
the  stick,  it  is  merely  relative. 

Definition  of  Energy.  Since  all  our  knowledge  of  the  objective 
universe  comes  to  us  through  our  senses,  and  since  a  form  of  energy 
is  the  only  thing  that  can  affect  our  senses,  we  may  define  energy  as 
whatever  leads  us  to  believe  that  something  exists  outside  our  own  con- 
sciousness, that  there  is  a  universe  in  which  we  live.  This  is  to  be 
preferred  to  the  more  usual  definition  that  energy  is  the  ability  to  do 
work. 

Number  of  Properties.  Properties  or  attributes  are  then  mani- 
festations of  energy,  and  all  we  know  is  a  number  of  properties  and 
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relations  between  properties.  We  have  learned  to  observe  and  de- 
scribe many  properties,  but  we  have  no  reason  to  suppose  we  have 
exha\isted  the  list  even  for  one  simplest  object.* 

Substance.  Properties  are  of  diflferent  degrees  of  importance, 
depending  upon  the  purpose  of  our  study.  In  chemistiy,  we  are 
interested  in  the  properties  by  virtue  of  which  a  substance  is  what  it 
is,  and  we  disregard  accidental  properties,  such  as  position  or  size. 
Marble  is  calcium  carbonate  for  us  in  our  capacity  as  chemists, 
whether  it  be  a  small  lump  in  the  laboratory  or  a  masterpiece  by 
Praxiteles. 

We  abstract  from  an  object  those  properties  which  make  it  what  it 
is,  and  a  group  of  properties  so  obtained  is  what  we  mean  by  the  word 
substance. 

Identity.  One  of  the  purposes  of  the  science  of  chemistry  is  the 
establishment  of  identity  or  differences  between  samples  of  substances. 
It  is  not  the  only  purpose,  not  even  the  most  important  purpose,  but 
it  is  one  of  its  uses,  the  finding  out  what  a  substance  is,  and,  by  analysis 
into  simpler  substances,  what  it  contains.  We  measure  only  a  few 
of  the  pr()i>erties  of  each  sample  and,  if  these  agree,  we  say  their 
sources,  the  substances,  are  identical.  We  make  use,  subconsciously, 
of  a  great  law  here:  When  two  sources  agree  in  a  number  of  their 
proi)erties,  they  agree  in  all.    This  law  is  based  on  all  experience. 

Sometimes  not  enough  properties  are  studied  before  the  conclusion 
is  reached  that  identity  exists.  For  example,  a  neglect  of  some  of 
the  properties  of  nitrogen  obtained  from  the  air,  as  compared  with 
nitrogen  obtained  from  ammonium  nitrite,  prevented  chemists  from 
discovering  argon  and  the  other  rare  elements  of  the  atmosphere  until 
1895.  How  many  proi)erties  must  be  measured  and  compared  before 
wc  declare  two  substances  to  be  identical  we  do  not  know.  Experi- 
ence teaches  us  that  comparatively  few  ser\'e  the  purpose  in  most 
instances. 

Processes.  Sulphur  burns,  and  as  a  result  of  the  combustion 
we  get  a  very  different  group  of  properties  from  that  which  we  had 
originally.  Water  freezes,  and  another  set  of  properties  springs  into 
cxidence.  Whenever  we  note  a  change  in  properties,  what  we  actu- 
ally observe  is  a  transformation  or  redistribution  of  energy.  These 
changes  in  properties  arc  what  we  call  processes. 

♦  Read  Voltaire's  story,  "Micromegas,"  for  an  amusing  account  of  the  impres- 
sions  of  an  imapinar>'  individual  from  another  planet  endowed  with  more  senses 
rhan  ourselves. 
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Physical  Processes.  Processes  may  be  divided  into  two  classes 
in  such  a  way  as  to  furnish  a  fairly  useful,  although  not  wholly  satis- 
factory, distinction  between  physics  and  chemistry.  As  physical,  we 
may  include  all  processes  which  do  not  produce  permanent  change. 
Electrical  energy  passes  through  a  wire  and  the  wire  is  thereby  heated 
and  becomes  possessed  of  new  properties,  such  as  an  ability  to  deflect 
the  needle  of  a  compass,  but  it  is  not  permanently  changed.  When 
the  current  ceases  to  pass,  we  have  the  original  wire  imaltered. 

Chemical  Processes.  Processes  causing  permanent  changes  may 
be  classed  as  chemical.  Electrical  energy  passing  through  a  solution 
electrolyzes  the  solution,  and  new  substances  appear  at  the  elec- 
trodes. These  new  substances  do  not  disappear  when  the  current 
ceases. 

Phsrsicochemical  Processes.  In  every  branch  of  chemistry  we 
make  use  of  the  processes  of  distillation,  melting,  and  freezing,  and 
crystallization.  They  belong  in  both  chemistry  and  physics  and  may 
be  called  physicochemical.  It  is  quite  impossible  to  draw  a  hard 
and  fast  line  between  the  sciences.  The  so-called  physicochemical 
constants  of  a  substance,  the  boiling  point,  freezing  point  and  specific 
gravity,  are  determined  many  more  times  by  chemists  in  their  work 
than  by  physicists  in  theirs. 

Class^cation  of  Energies.  We  have  no  means  of  knowing  how 
many  forms  of  energy  there  are;  there  may  be  an  infinite  number,  or 
in  reality  only  one,  but  we  can  classify  all  manifestations  which  we 
have  studied  under  relatively  few  heads.  Any  given  process  may  be 
considered  as  a  manifestation  of  one  or  more  of  the  following  eight 
forms  of  energy:  kinetic,  linear,  surface,  volume,  heat,  electrical, 
chemical,  radiant.  This  list  serves  our  purpose  well.  But  other 
classifications  are  possible  and  no  one  must  be  considered  as  necessary 
to  the  exclusion  of  others.  One  classification  is  more  convenient  for 
one  purpose  than  another.  For  instance,  for  some  purposes  it  may 
be  more  convenient  to  include  the  first  four  forms  of  this  list  under 
the  one  name  "  mechanical  "  and  then  subdivide  this  into  kinetic  and 
potential.* 

Division  of  the  Subject  into  Topics.  One  advantage  of  some 
such  classification  is  that  it  enables  us  to  systematize  our  study.    For 

*  Electrical  energy,  light,  and  radiant  heat  are  essentially  the  same.  This  is 
deeply  interesting,  but  it  remains  convenient  to  present  our  knowledge  under  the 
subdivisions  as  indicated.  Even  if  we  finally  demonstrate  all  energies  are  one  in 
kind,  it  will  remain  convenient  to  subdivide  the  subject. 
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instance,  the  processes  in  which  mechanical  energies  are  converted 
into  each  other  constitute  the  subject  mechanics.  Those  involving 
the  transformation  of  electrical  into  chemical  energy,  and  the  con- 
verse, fall  imder  the  title,  electrochemistry.  Transformations  of 
radiant  energy  into  chemical,  and  the  converse,  are  the  subject  matter 
of  actinochemistry,  also  called  photochemistry.  (Photography  is  but 
a  small,  though  interesting,  subdivision  of  this  topic.)  The  processes 
in  which  heat  is  converted  to  chemical  energy,  and  the  converse,  are 
grouped  under  the  name  thermochemistry,  and  those  in  which  heat 
IS  converted  to  mechanical  energy  are  grouped  together  as  thermo- 
dynamics. 

There  is  nothing  hard  and  fast  about  this  subdivision  into  topics 
either.  One  merges  into  the  other  and  it  is  quite  impossible  to  treat 
of  one  to  the  exclusion  of  all  others.  Thermochemistry  and  thermo- 
dynamics are  incorrigible  interlopers  intruding  into  nearly  every 
cranny  of  science. 

Division  of  Energies  into  Factors.  W.  J.  M.  Rankine  (1820- 
rHy;?;*  first  suggested  that  it  was  possible  to  consider  a  quantity  of 
mtryy  ;m  flivided  into  factors  such  that  their  product  equaled  the 
7,hnU-  ffi  tln^  energy;  and  that  these  factors  might  be  so  chosen  that 
ortf,  titWtul  the  intensity  factor,  determines  whether  a  transference  of 
n*»rv.y  v. ill  ornir  or  not,  and  in  what  direction;  and  another,  called 
»h/  '|ii,infity  or  f  apacity  factor,  deterjnines  to  what  extent  the  change 

\U  t*  .i|/.ifri  '.IK  h  rlivision  is  not  a  necessity  inherent  in  the  nature  of 
*.Mffr/,  hii»  if  i:-.  a  rnnvrnionce.  If,  in  exp)erimental  work,  there  are 
zd  ft  t  »\  /.iri.flil'  f.iftnrs,  we  strive  to  hold  all  but  one  constant  and 
.(  .']/  Oi>i(.  iJMfi  thf  nrxt,  and  so  on.  A  problem,  insoluble  as  a 
..»./,.',  i\t'ts.  i]h::ti\$i\,  offrn  JHTomes  easy.  Considering  energies  as 
j/^-.'i ,'  ♦.  'J  .-i  1 1.1  r  if'  i.it  tors  rnablcs  us  to  diNide  many  problems  into 
If.t*.   '*$.*]  .'*A  i*   Om  III  |;i(M-niral. 

tu  .'*itt,t  ».».'ir  •/,<  ffifinot  carry  out  this  division  into  factors  ad- 
*«#.«.*|/« ',.*.)/  iiti  I /,iiii)ilr,  wr  have  not  thought  of  factors  for 
^4'fi'ii.i  I  ni  nt /  //hlili  iii'l  \i^  )f4-r< cptibly  with  our  problems.  More- 
«/.!*,  a  n..i /  Ih  "irr.«iiiiiii  inr  v»rnr  problem  to  consider  an  energy 
lis  tU  hU*l  Utht  fy.'i  i,nUirn,  anfj  for  another  problem  as  otherwise 
«l)vi4Ji/l  t'tti  iny.i.iiiif,  ini  «ifif  piirfiose  it  is  convenient  to  consider 
ill  III  MiMf/y  *ii»  ('I'^'i'  '"  '^''**^  rapacity  times  temperature,  and  for 
"tinllii'f  \fui\i*»^'  In  iiiiihiijir  hrat  rnergy  as  entropy  times  tempera- 
*  liMUt  mtiet  lumm  give  yean  of  birth  And  of  death. 
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ture.  Again,  there  is  no  necessity  that  there  shall  always  be  two 
factors  and  no  more.  For  instance,  kinetic  energy  may  be  considered 
as^  XwXrXr,  four  factors.  In  such  case,  however,  one  or  more 
factors  partake  of  the  nature  of  intensity  factors,  determining  whether 
transferences  will  occur,  and  the  others  partake  of  the  nature  of  ca- 
pacity factors,  determining  the  extent  of  the  transference.  There  may 
be  a  difference  of  opinion  as  to  just  what  factors  are  preferable,  but 
there  can  hardly  be  a  difference  of  opinion  as  to  the  advantage  derived 
when  we  can  so  render  a  complex  problem  simpler. 

Table  of  Energies  and  Their  Factors.  The  following  is  a  table 
containing  one  convenient  classification  of  energies  we  are  competent 
to  study  and  their  factors. 


Quantity  Factor. 

Intensity  Factor. 

Kinetic 

Mass 

Square  of  the  velocity 

Linear 

Distance 

Force 

Surface 

Surface  area 

Surface  tension 

V^olume 

Volume 

Pressure 

Heat 

Calories* 

Temperature 

Electrical 

Coulombs 

Volts 

Chemical 

Valence 

Affinity 

Radiant 

*  Too  much  stress  must  not  be  laid  upon  the  particular  subdivisions  given 
in  the  above  table.  In  some  problems  rigid  adherence  to  calories  as  the  quantity 
factor  leads  us  to  contradictions  and  inconceivabilities.  We  must  remember  that 
our  classifications  and  definitions  are  relative,  artificial,  capable  of  alteration  and 
improvement,  well  adapted  for  some  purposes,  but  not  necessarily  for  all  which 
may  arise.  We  must  be  willing  to  use  those  best  adapted  and  must  not  try  to 
force  one  favorite  method  into  every  problem.  As  well  might  a  carpenter  try  to 
build  a  house  with  one  tool. 

Law  of  the  Conservation  of  Energy.  As  a  result  of  countless 
experiments,  it  has  been  found  that  no  matter  what  process  we  study, 
if  a  quantity  of  one  form  of  energy  disappears,  an  exactly  equivalent 
quantity  of  some  other  form  appears.  We  have  never  succeeded  in 
creating  or  destroying  any  energy,  nor  have  we  ever  observed  any 
process  in  which  such  creation  or  destruction  occurred.  All  these 
experiences  have  been  combined  in  one  statement,  known  as  the  law  of 
the  conservation  of  energy,  the  most  important  and  fundamental  law 
of  all  science.  It  is  often  stated  as  follows:  Energy  can  neither  be 
created  nor  destroyed,  or:  The  total  energy  of  the  xiniverse  is  a 
constant. 
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Objections  to  Form  of  Statement.  These  sentences  axe  open  to 
objections,  stating  as  fact  more  than  we  really  know  to  be  fact.  We 
do  not  know  how  much  energy  there  is  in  the  universe.  We  do  not 
even  know  how  many  different  kinds  of  energy  there  are.  We  do  not 
know  what  conditions  prevail  on  other  planets  or  fixed  stars,  or  beyond 
the  fixed  stars,  yet  within  that  broad  term  we  use  so  glibly,  the  "  uni- 
verse." We  ought  to  append  to  these  statements  a  modifying  phrase 
such  as,  "  as  far  as  our  experiences  have  taught  us."  A  convenient 
form  in  which  to  state  the  law,  and  one  free  from  the  above  objec- 
tions, is:  The  total  energy  of  an  isolated  system  remains  constant. 
By  **  system  "  we  mean  any  substance  or  set  of  substances  we  are 
studying,  as  distinguished  from  its  surroundings. 

This  law  marks  a  limit  of  our  finite  minds,  and  it  is  interesting  to 
realize  that  we  have  not  the  suggestion  of  an  hypothesis  to  explain 
it.  It  was  first  clearly  stated  by  Robert  Mayer  in  1842,  but  without 
doubt  was  silently  recognized  by  others  before  him ;  probably  by  Sadi 
Carnot  and  possibly  by  Lavoisier.  Perhaps  even  it  was  taken  as 
such  a  matter  of  course  that  it  was  not  supposed  to  require  specific 
statement. 

The  First  Law  of  Thermodjmamics.  That  portion  of  the  great 
law  which  applies  to  processes  involving  transferences  of  heat,  or 
transformations  of  heat  into  mechanical  energy,  and  the  converse,  is 
called  the  first  law  of  thermodynamics. 

Perpetual  Motion.  Perpetual  motion  is  of  course  possible,  as 
is  stated  in  the  first  law  of  motion,  "  Motion  continues  in  a  straight 
Une  undiminished  in  velocity  unless  acted  upon  by  some  external 
force.''  A  top  set  spinning  under  conditions  where  there  is  no  friction 
will  never  cease  to  spin.  These  conditions  are  very  nearly  realized 
in  the  motions  of  the  planets  and  stars.  The  statement  that  energy 
cannot  be  destroyed  asserts  this  possibility. 

But  by  "  i)erpetual  motion  "  is  generally  meant  a  machine  which 
^^lU  do  work  and  keep  going  though  energy  equivalent  to  the  work 
done  is  not  given  to  it.  Many  attempts  have  been  made  to  construct 
such  a  machine.  They  have  all  failed.  The  statement  that  energy 
cannot  be  created  denies  the  possibility  of  such  a  machine. 

Total  Energy.  We  have  no  means  of  knowing  what  is  the  total 
energy  in  any  one  system,  for  all  our  measurements  are  relative.  For 
example,  we  cannot  even  measure  the  absolute  kinetic  energy  of  a 
single  object,  for,  as  we  have  seen,  we  know  nothing  of  absolute 
velocities. 
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Available  Energy.  When  a  process  occurs  we  can  measure  the 
energy  which  is  transferred  or  transformed.  We  may  call  this  avail- 
able energy.  Subtract  this  and  what  is  left  we  may  call  unavailable 
energy. 

Free  Energy.  We  have  learned  by  experience  that  all  other  forms 
of  energy  may  be  converted  without  loss  to  heat,  but  the  converse 
is  not  true.  Heat  cannot  be  converted  completely  to  other  forms 
except  under  well-defined  conditions.  That  fraction  of  the  heat 
which  we  can  convert  to  another  form  we  call  free  energy.  Subtract 
the  free  energy  and  what  is  left  may  be  called  bound  energy. 

The  first  distinction  is  between  energy  which  we  can  measure  and 
that  which  we  cannot  measure.  The  second  distinction  is  between  the 
energy  we  can  make  do  useful  work  and  that  which  we  cannot. 

Reversible  Processes.  Imagine  a  pendulum  swinging  in  vacuo 
on  a  knife  edge  without  friction.  Starting  from  its  highest  position 
to  the  right,  potential  energy  is  converted  completely  to  kinetic  energy 
when  it  reaches  its  lowest  point,  and  this  in  turn  is  converted  com- 
pletely to  potential  energy  when  it  reaches  its  highest  point  on  the  left. 
Arrest  the  pendulum  here.  A  process  has  occurred.  Release  the 
pendulimi  and  it  will  swing  back  to  exactly  its  original  position,  and 
no  energy  has  been  gained  or  lost.  The  system  is  capable  of  repeat- 
ing the  performance  as  often  as  we  please.  This  is  typical  of  what  we 
mean  by  a  reversible  process. 

If,  in  a  process,  any  of  the  available  energy  is  converted  to  heat,  this 
heat  will  not  convert  itself  back  completely  to  the  original  form,  and 
the  process  is  accompanied  by  a  loss  of  free  energy.  This  is  character- 
istic of  all  processes  with  which  we  actually  have  to  deal;  they  are 
accompanied  by  a  loss  of  free  energy,  for  frictionless  machines  may  be 
imagined  but  we  have  not  constructed  any.  A  general  leveling  is 
going  on  and  we  are  tending  to  the  condition  of  an  extinct  planet,  like 
our  satellite,  the  moon,  where  the  happenings  are  few. 

The  Second  Law  of  Thermodjmamics.  The  statement  that 
there  k  a  loss  of  free  energy  in  all  but  reversible  processes,  and  that  a 
reversible  process  cannot  be  made  to  do  work  unless  free  energy  is  given 
to  it,  which  means  that  there  is  a  loss  of  free  energy  somewhere,  is 
what  is  called  the  second  law  of  thermodynamics. 

Matter.  We  observe  that  portions  of  space  differ  from  the  rest 
in  being,  as  we  call  it,  occupied.  Whatever  occupies  space  we  call  an 
object.  An  object  resists  an  effort  to  lift  it  and  falls  when  released. 
We  say  it  has  weight.    Whene\pr  we  meet  these  two  attributes,  ability 
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to  occupy  space  and  having  weight,  we  say  matter  is  present.  The 
word  matter  should  then  be  understood  as  an  abbreviation  for  the  long 
phrase,  ''  the  attribute  having  weight  accompanied  by  the  attribute 
ability  to  occupy  space/' 

Carriers  of  Energy.  It  is  a  peculiarity  and  a  limitation  of  the 
human  intellect  that  it  has  difficulty  in  conceiving  of  attributes  or 
properties  by  themselves,  and,  perceiving  some  property,  at  once 
hypothecates  something  as  a  carrier  of  the  property.  The  hypothed- 
cal  carrier  of  the  attributes,  having  weight  and  ability  to  occupy  space, 
is  what  many  mean  when  they  use  the  word  matter. 

Study  an  object  as  we  will,  we  never  learn  anything  but  more  and 
more  of  its  properties;  never  can  we  get  at  that  mysterious  something 
imagined  as  present  and  as  the  carrier  of  the  properties.  We  can 
imagine  an  object  as  deprived  of  one  property  after  the  other  until  we 
have  removed  every  known  property,  and  what  have  we  left?  Im- 
agine any  object  you  will,  deprived  of  weight,  and  then  deprived  of 
the  i)ower  to  resist  the  passage  of  anything  through  it,  and  what  is 
left?  We  do  not  know  at  all,  and  yet  that  mysterious  carrier  must 
remain,  since  we  removed  only  properties,  which  perhaps  were  con- 
sidered as  changeable,  "  immaterial,"  evanescent  ghosts,  more  or  less 
tcmiK)rarily  attached  to  the  real  thing.  But  we  must  confess  a  com- 
plete inability  to  say  anything  definite  about  the  "  real  thing.**  It  b 
totally  unknown  and  indescribable. 

There  is  no  subject  in  all  science  where  misunderstandings  are  more 
pronounced  (;r  harder  to  clear  up  than  here.  The  trouble  is  that  so 
many  consider  matter  as  axiomatic,  requiring  no  definition,  the 
fun<lHinrntal  fact  from  which  to  start.  For  them  matter  is  the  only 
Ihinj^  that  matters.  Those  so  hardy,  and  they  are  many  and  increas- 
ing in  numbers,  as  to  incjuire  into  the  question  in  a  sincere  effort  to 
obtain  a  definition  free  from  objection,  are  sometimes  called  dreamers 
ithfl  tlnir  a<lversaries  claim  a  mono[)oly  of  "  good  hard  sense."  The 
fait  in  the  jnisitions  are  preci.sely  the  reverse.  The  "  dreamers"  are 
unwillin^i;  either  to  assert  or  deny  the  existence  of  a  something  totally 
unknown  and  ind<*s(  ribable,  and  those  who  assert  that  that  and  energy 
are  the  only  ihiii^J*  that  really  exist  are  in  truth  the  dreamers.  They 
may  In-  riKht,  but  tlieir  confidence  is  unwarranted. 

Weight.  We  have  defined  the  word  matter  as  an  abbreviation 
for  "  havinj?  weight  and  <k  ( upying  space.'*  Weight  is  the  measure  of 
the  attraction  of  ^gravitation  iK'twirn  two  bodies.  Newton's  law  of 
gravitation  tttatc*s  that  this  attraction. varies  inversely  as  the  square 
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of  the  distance  between  the  two  centers  of  gravity  and  directly  as  their 
masses.  If  mi  is  the  mass  of  an  object,  nh  the  mass  of  the  earth,  and 
d  the  distance  between  their  centers  of  gravity,  then  the  weight 

w  =  — -p A  given  object  weighs  less  at  the  equator  than  at  the 

poles.  The  earth  is  flattened  at  the  poles;  therefore,  at  the  poles  the 
value  d  is  less  than  at  the  equator.  The  object  would  weigh  less  on 
the  surface  of  the  moon,  for  the  mass  of  the  moon  is  less  than  that  of  the 
earth,  and  more  on  the  surface  of  Jupiter,  for  Jupiter's  mass  is  greater 
than  that  of  the  earth.  Weight  then  is  variable,  and,  on  the  surface 
of  the  earth,  a  function  of  the  latitude  in  which  the  weighing  is  done. 
The  Acceleration  of  Gravity.    A  body,  falling  freely  from  a 

position  of  rest  in  latitude  45*^  at  the  end  of  one  second  will  be 
falling  980.6  cm.  per  second.  If  it  has  an  initial  velocity,  at  the 
end  of  one  second  it  will  be  falling  980  6  cm.  per  second  faster. 
This  is  called  the  acceleration  of  gravity.  At  the  equator  its  value 
is  978.1;  at  the  poles  983.2;  at  Washington,  D.  C,  980.07;  at  Cam- 
bridge, Mass.,  980.59;  and  so  on.  It  is  not  constant  except  for  a 
given  latitude. 

Mass.  An  object  cannot  be  imagined  as  altering  when  it  is  moved 
from  place  to  place,  though  its  weight  does.  That  property  which 
does  not  alter  and  which  is  represented  in  the  above  equation  as  mi  or 
m2  is  what  we  mean  by  mass.  We  measure  it  in  terms  of  weight. 
Weights  are  always  proportional  to  the  masses,  and  so,  if  all  weighings 
are  made  at  one  place,  the  numerical  values  of  weights  found  may  be 
substituted  for  masses  without  error.  But  the  two  terms  are  clearly 
not  synonymous. 

The  Conservation  of  Mass.  This  property,  mass,  is  peculiar. 
All  other  properties  we  can  alter  or  cause  to  disappear,  but  not  so 
mass.  It  persists  as  such  in  imaltered  quantity,  no  matter  what 
process  we  study.  This  is  the  generalization  extracted  from  all  the 
coimtiess  quantitative  experiments  ever  made.  It  is  known  as  the 
law  of  the  conservation  of  mass,  and  was  first  announced  by  A.  L. 
Lavoisier  (i 743-1 794)  in  1774.  It  may  be  stated  as  follows:  Mass 
can  neither  be  created  nor  destroyed,  or:  The  total  mass  of  the 
imiverse  is  a  constant.  These  statements  are  open  to  the  same 
objections  as  those  brought  against  the  statements  of  the  law  of  the 
conservation  of  energy.  They  say  more  than  we  really  know,  although 
they  are  based  upon  an  enormous  number  of  experiments.  The  same 
qualifying  phrase  should  be  added,  "  as  far  as  our  experience  has 
taught  us." 
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Landolt's  Experiments.  Landolt  has  subjected  this  statement 
to  the  most  rigid  experimental  investigation  the  resources  of  modem 
scientists  and  instnunent  makers  would  permit,  and  concludes  that 
in  the  thirty  or  more  chemical  reactions  he  studied  any  gain  or  loss 
in  weight  is  certainly  less  than  one  ten-millionth  part  of  the  total 
weight.* 

Length  of  Year  Proof.  One  of  the  best  illustrations  of  this 
generalization  is  obtained  from  astronomical  measurements.  The 
length  of  the  year  depends  upon  the  mass  of  the  earth  and  that  of  the 
sun,  and  this  time  interval  has  not  changed  since  measurements  were 
made,  in  spite  of  the  gigantic  chemical  processes  which  are  occurring 
on  the  sun,  not  to  mention  everything  that  happens  on  this  earth. 
No  hypothesis  has  been  advanced  as  a  plausible  explanation  of  the 
remarkable  facts  comprised  in  this  law. 

Gram.  The  unit  of  mass  (weight)  is  the  gram.  It  was  intended 
to  be  the  mass  (weight)  of  one  cm'  of  water  at  its  temperature  of 
maximum  density,  4°  C.  But  minute  errors  were  made  in  the  original 
measurements,  and  so  it  is  empirical,  one  one-thousandth  of  the  mass 
of  the  standard  kilogram  of  platinum  iridium  alloy  preserved  at  the 
International  Bureau. 

Dyne.  The  dyne  is  the  unit  of  force  and  is  the  force  which,  acting 
for  unit  of  time  (one  second),  upon  unit  of  mass  (one  gram),  will  impart 
to  it  unit  of  velocity;  i.e.,  will  cause  a  unit  of  mass  to  be  moving,  at  the 
end  of  the  first  second,  at  the  rate  of  one  centimeter  per  second. 

Work.  When  a  force  has  acted  through  a  distance  we  say  work 
has  been  done.    This  appears  in  the  table  of  energies  (p.  25)  as  linear 

*  Landolt  reports  the  result  of  his  experiments,  which  extended  over  fifteen 
years,  in  SUzungsberichte  d.  K.  Pr.  Akad.  d.  W issenschaften^  16,  354  (1908).  An 
excellent  summary  of  this  report  may  be  found  in  Journal  de  Chimie  physique,  6, 
625-27,  1908.  He  noted  a  number  of  hitherto  unsuspected  sources  of  enor. 
The  heat  of  the  reaction  evaporated  a  little  of  the  film  of  moisture  normally  present 
on  the  outside  of  glass  vessels.  A  glass  vessel  having  an  external  area  of  about 
380  square  centimeters,  enclosed  in  a  desiccator  over  sulphuric  acid  for  48  hours, 
lost  0.1 21  milligram,  and  regained  its  original  weight  only  after  two  days  in  the 
air.  The  heat  due  to  the  reaction  expands  the  glass,  and  it  requires  about  two 
weeks  to  return  to  its  original  volume.  A  vessel  occup>ing  about  234  cubic  centi- 
meters was  raised  40^,  and  one  day  later  the  increase  in  volume  was  found  to  be 
0.028  cubic  centimeter.  Only  after  14  to  18  days  did  the  vessel  resume  its  original 
volume. 

A  student  should  read  such  reports  as  this  in  the  original  to  learn  what  truly 
careful  work  is  like,  and  what  an  inunense  amount  of  labor  lies  hidden  behind  the 
concise  statements  of  science. 
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energy,  of  which  distance  is  the  capacity  factor  and  force  the  intensity 
factor. 

Erg.  The  erg  is  the  unit  of  work  and  is  the  quantity  of  energy 
which  has  manifested  itself  when  unit  of  mass  has  been  moved  through 
one  centimeter  against  a  force  of  one  dyne,  regardless  of  the  time  con- 
sumed in  the  process. 

Gram-Centimeter.  The  gram-centimeter  is  the  work  done  when 
one  gram  is  lifted  one  centimeter  against  the  force  of  gravitation.  One 
gram-centimeter  equals  980.6  ergs  in  latitude  45®.  The  proportion- 
ality factor  by  which  to  convert  gram-centimeters  to  ergs  at  another 
place  is  the  acceleration  of  gravitation  at  that  place. 

The  difference  in  the  concepts  for  which  the  words  energy,  force,  and 
work  stand  may  be  remembered  by  the  following  examples.  A  coiled 
watch  spring  held  by  a  catch  contains  energy  and  exerts  a  force  on  the 
catch.  Release  it  and  energy  becomes  manifest  and  does  mechanical 
work,  which  is  measured  in  ergs,  gram-centimeters,  or  a  similar  imit. 
All  work  is  energy,  but  all  energy  is  not  work.  A  storage  battery 
contains  energy,  and  when  the  poles  are  joined  by  a  wire,  energy  be- 
comes manifest  as  electrical  energy  and  heat.  We  cannot  call  this 
work  except  by  analogy  and  by  calculation,  using  a  proportionality 
factor.  Energy  is  the  general  term  comprehending  all  others;  work 
is  a  particular  variety  of  which  force  may  be  considered  as  the  in- 
tensity factor. 

Comparative  Units.  Density  is  the  mass  per  unit  volume. 
Specific  density  is  the  ratio  between  the  mass  of  any  volume  of  one 
substance,  and  the  mass  of  an  equal  volmne  of  some  other  substance 
which  has  been  taken  as  a  standard. 

Specific  gravity  is  the  ratio  between  the  weight  of  any  voliune  of  one 
substance,  and  the  weight  of  an  equal  volmne  of  some  other  substance 
which  has  been  taken  as  a  standard.  Density,  specific  density,  and 
specific  gravity  become  identical  if  a  substance  with  the  density  one 
be  taken  as  the  standard  in  comparisons. 

Specific  volmne  is  the  ratio  between  the  voliune  occupied  by  any 
weight  of  one  substance  and  the  volume  occupied  by  an  equal  weight 
of  some  other  substance  which  has  been  taken  as  a  standard.  If  a 
substance,  unit  weight  of  which  occupies  imit  volume,  has  been  taken 
as  a  standard,  the  specific  volume  is  the  volume  occupied  by  unit 
weight. 

The  term  "  specific  "  always  implies  a  comparison  and  "  specific  " 
values  are  ratios. 
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Conditions  of  Aggregation.  It  is  convenient  to  classify  sub- 
stances according  to  what  we  call  their  conditions  of  aggregation,  or, 
more  briefly,  states.  These  are,  solid,  liquid,  and  gaseous;  and  to 
these  is  frequently  added  a  fourth,  for  reasons  which  will  develop 
later,  the  condition  of  being  in  solution. 

Gas.  A  gas  is  a  substance  which  fills  completely  a  containing 
vessel  of  whatever  size.  It  is  a  substance  having  neither  definite 
volume  nor  definite  shape. 

Gas  Laws.  We  have  succeeded  in  discovering  simpler  and  more 
comprehensive  generalizations  for  gases  than  for  any  other  condition 
of  aggregation.  It  is  probably  safe  to  assume  a  knowledge  of  the 
gas  laws,  but  they  are  so  fundamental  in  so  many  of  our  future  con- 
siderations it  may  be  well  to  review  them  summarily. 

Boyle's  Law.  In  1662  Robert  Boyle  (1627-1691)  discovered  the 
fact  that  if  the  temperature  of  a  gas  remains  constant,  its  volume 
varies  inversely  as  the  pressure  upon  it.  This  is  most  convenientiy 
expressed  in  the  proportion, 

V  :  v'  =  p'  \p]  or  in  the  equation,  pv  =  p'v'j  or  ^  =  a  constant.^ 

Isotherm.  The  law  may  be  expressed  graphically  by  plotting 
pairs  of  values  for  p  and  r  on  a  coordinate  system;  values  for  p  cm 

the  abscissa  and  corre^onding 
values  for  v  on  the  ordinate. 
We  thus  obtain  a  curve  as 
shown  in  Fig.  i.  It  is  a  right 
angle  hyperbola  of  such  a  form 
j^        \  that  #  =  o,  when  v  =  infinity, 

or  t;  =  o  when  p  =  infinity.    As 
this  curve  is  obtained  while  the 
temperature  is  held  constant,  it 
is  called  an  isotherm. 
Gay-Lussac's  Law.  IniSoi, 

Absdasa    Pressure      p  J-  L.   Gay-Lussac  (i778"i8So) 

obscr\'ed  and  stated   that   all 
gases  expand  at  the  same  rate 


Fig.  I. 


and  contract  at  the  same  rate  when  their  temperature  is  altered  whik 
the  pressure  is  held  constant.f 

•  This  law  was  discovcrwl.  probably  indq>cndently,  by  E.  Mariotte  (1620?- 
1684)  in  1670,  but  there  is  no  question  but  thiit  the  priority  belongs  to  Bo3rIe. 

t  This  is  also  known  as  Charles'  I^w.  Charles  discovered  it  a  few>'ear8  befoce 
(ia\  -Lussac  but  did  not  publish  his  results.    Amonton  knew  the  law  in  1702,  or 
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Isobar.  In  a  coordinate  system,  lay  oS  temperatures  on  the 
abscissa  and  volumes  on  the  ordinate.  As  the  pressure  is  held  con- 
stant, the  curve  (straight  line)  so  obtained  is  called  an  isobar.  One 
liter  of  a  gas  at  the  temperature  of  melting  ice  becomes  1.367  liters  at 
the  temperature  of  boiling  water.  The  expansion  of  gases  is  very 
nearly,  but  not  exactly,  a  linear  function  of  the  temperature,  and  so  a 
line  joining  the  points  thus  determined  is  very  nearly  but  not  exactly 
a  straight  line,  as  shown  in  Fig.  2. 

Let  the  temperature  at  which  ice  melts  be  denoted  by  0°,  and  the 
temperature  at  which  water  boils  (when  the  pressure  is  760  mm.)  be 


Temperature 


273 
0 
32 


373 
100 
212 


Fig.  2. 


denoted  by  100°.  Divide  the  interval  into  100  equal  parts,  and  in 
this  way  we  obtain  the  centigrade  or  Celsius  temperature  scale.* 

The  Absolute  Zero.  The  isobar  continues  as  a  nearly  straight 
line  below  o®  centigrade  as  far  as  it  has  been  measured.  Produced 
beyond  the  experimentally  observed  points  by  extrapolation,  as  shown 
by  the  dotted  line  in  the  diagram,  it  cuts  the  horizontal  at  a  distance 
of  273  centigrade  scale  units  below  0°.  This  point,  corresponding, 
according  to  the  diagram,  to  no  volume  (or  no  pressure),  has  never  been 
reached.    It  is  hypothetical.    We  call  it  the  absolute  zero. 

nearly  one  hundred  years  earlier,  so  that  strict  regard  for  priority  would  oblige  us 
to  rename  it  Amonton's  law.  Usage  is  about  evenly  divided  between  "Charles" 
and  "  Gay-Lussac. "    Dalton  also  discovered  the  law  shortly  before  Gay-Lussac. 

*  The  Fahrenheit  scale  is  obtained  by  putting  the  temperature  of  melting  ice 
at  32^  and  the  temperature  of  boiling  water  at  212''.  This  divides  the  interval 
into  180  equal  parts. 

The  Reaumur  scale  is  obtained  by  putting  the  temperature  of  melting  ice  equal 
to  o®  and  the  temperature  of  boiling  water  at  80**,  and  the  interval  is  divided  into 
80  equal  parts. 

The  lengths  of  the  centigrade  or  Celsius  degrees,  are  to  the  lengths  of  the  Reau- 
mur  degrees,  are  to  the  lengths  of  the  Fahrenheit  degrees,  as  5:4:9,  and  this 
easily  remembered  proportion  enables  us  to  convert  temperatures  from  any  one 
scale  into  any  other.    In  all  science,  we  use  exclusively  the  centigrade  scale. 
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It  is  the  origin  of  the  very  useful  "  absolute  "  scale,  on  which  there 
are  no  minus  signs.  Temperatures  on  this  absolute  scale  are,  by  con- 
vention, always  indicated  by  T,  while  temperatures  on  the  centigrade 
scale  are  indicated  by  /. 

Formulation  of  Gay-Lussac's  Law.  With  the  assistance  of  this 
absolute  scale,  we  may  formulate  Gay-Lussac's  law  conveniently.  We 
may  say,  the  pressure  remaining  constant,  the  volume  of  a  gas  varies 
directly  as  its  absolute  temperature,  otv:vi=T:  Ti.* 

The  Third  Law.  There  are  three  conditions  which  we  may  vary: 
pressure,  temperature,  and  volume.  We  have  considered  the  inter- 
dq^endence  of  the  two  remaining  variables  when  each  of  the  first  two 
are  held  constant.  There  remains  to  consider  the  relation  between 
pressure  and  temperature  when  the  third,  the  volume,  is  held  constant. 

It  follows  as  a  necessary  corollary  of  the  first  two  laws  that  when  the 
volume  is  held  constant  the  pressures  are  directly  proportional  to  the 
absolute  temperatures;  or,  p  :  pi  =  T  :  Ti, 

Isochor.  Plotting  corresponding  values  of  p  and  T  on  abscissa 
and  ordinate,  we  obtain  a  curve  (straight  line),  called  the  isochor, 
because  the  volume  is  held  constant. 

Combining  the  Laws  to  one  Expression.  We  may  combine 
these  three  laws  into  one  simple  expression  as  follows:  Let  Po,  Vq  and  T^o 
represent  the  initial  conditions  and  pi,  vi  and  Ti  the  final  .conditions 
of  a  volume  of  a  gas.  Change  Po  to  Pi  while  the  temperature  is  held 
constant.  In  this  way  we  obtain  what  we  may  call  an  intermediate 
volume,  which  we  shall  denote  as  v..    Applying  Boyle's  law,  we  have 

t'o  :  Vs  =  pi  :  pQy  or  t>x  =  —-• 

Pi 

Now  change  the  temperature  from  To  to  Ti,  while  we  hold  the  pressure 

constant  at  p\.    Applying  Gay-Lussac's  law,  we  have  Vg:vi  =  To:  Ti. 

Substituting  the  value  for  I'x  and  multiplying  out  the  proportion,  we 

obtain,  ViTq  =  --;"  ^  and  trans|)osing,  we  get  PiVi  =  p^oo  =r,  the 

Pi  •*  0 

most  general  expression  for  all  the  relations. 

Standard  Conditions.  We  adopt  what  we  call  standard  or 
normal  conditions,  the  temf)crature  o°  centigrade,  and  the  pressure 
760  mm.  of  mercury,  which  is  the  average  atmospheric  pressure  at  the 
sea  level. 

•  A  more  common  but  less  good  formulation  of  the  law  is: 
Pi  -  to  (i  -f  ill  0  -  «H>  (i  -f  0.003  67  Of  or  r,  =  ru  (i  -f  a  /).    Wh^re  r©  equals  the 
volume  at  o*. 
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The  Gas  Constant,  Zero  centigrade  is  273  on  the  absolute  scale 
and  we  may  insert  this  in  our  equation,  and  write  it  PiVi  =  Ti  ^^• 

If,  at  the  same  time,  we  have  the  standard  pressure  (po  =  760  mm.), 
two  of  the  three  variables  have  definite  numerical  values  and  the 
third,  Vq^  must  also.  All  these  values,  Po,  Vq  and  Tq  being  constant, 
the  whole  term  is  a  constant.  We  may  then,  for  this  term,  insert  a 
symbol,  Ry  called  the  gas  constant.  We  thus  reach  the  final  and 
most  general  expression  of  all  the  gas  laws,  pv  =  RT.  In  words,  this 
states  that  the  product  of  the  pressure  into  the  volume  is  propor- 
tional to  the  absolute  temperature  times  a  constant. 

The  Gas  Laws  are  Limiting  Laws.  These  laws  as  thus  stated 
are  limiting  laws;  they  do  not  formulate  accurately  the  behavior  of 
any  known  gas.  An  imaginary  gas  whose  behavior  would  exactly 
correspond  to  our  formula  we  speak  of  as  an  ideal  gas.  Gases  cor- 
respond in  their  behavior  to  this  formulation  best  at  high  tempera- 
tures and  low  pressures.  They  are  too  compressible  when  near  their 
points  of  condensation,  and  are  not  compressible  enough  when  the 
pressures  are  high.* 

The  behavior  of  gases  thus  enables  us  to  establish  temperature 
scales  and  to  measure  temperatures,  the  intensity  factor  of  heat 
energy. 

Thermometers.  Owing  to  the  fact  that  the  expansions  of  mer- 
cury and  oT  hydrogen  are  not  exactly  linear  functions  of  the  tempera- 
ture, though  nearly  so,  there  is  a  difference  between  the  readings 
with  a  mercury  thermometer  and  a  hydrogen  thermometer.  This 
may  be  neglected  in  all  but  the  most  accurate  work. 

Small  Calorie.  The  unit  of  quantity  of  heat  is  the  small  calorie, 
also  called  the  gram  calorie,  written  cal.,  and  it  is  the  amount  of  heat 
required  to  raise  one  gram  of  water  from  15®  to  16*^.  It  is  necessary 
to  state  the  exact  temperature  interval,  because  the  specific  heat  of 
water  is  different  at  different  temperatures. 

Large  Calorie.  The  large  calorie,  also  called  the  kilogram  calorie, 
written  Cal.,  is  the  amount  of  heat  required  to  raise  one  kilogram  of 
water  from  15°  to  16*^.     i  Cal.  =  1000.  cal. 

Specific  Heat.  The  specific  heat  of  a  substance  is  the  ratio  be- 
tween the  number  of  calories  required  to  raise  a  given  weight  of  the 

*  It  is  necessary  that  a  student  of  physical  chemistry  should  be  able  to  do 
problems  involving  the  application  of  the  gas  laws  readily.  A  description  of  the 
method  of  calculating  such  problems,  and  eimmples,  may  be  found  in  the  appendix. 


36  THEORETICAL  AND  PHYSICAL  CHEMISTRY 

substance  through  a  given  temperature  interval,  and  the  number  of 
calories  required  to  raise  the  same  weight  of  the  standard  substance 
through  the  same  temperature  interval.  Water  is  almost  always  the 
standard  substance  and  so  the  specific  heat  of  a  substance  is  the  num- 
ber of  calories  required  to  raise  one  gram  one  degree  centigrade. 
But  it  must  be  remembered  that  the  specific  heat  of  a  substance  is 
different  at  different  temperatures. 

Heat  Capacity.  The  heat  capacity  of  a  substance  is  obviously 
the  specific  heat  multiplied  by  the  quantity  of  that  substance.  The 
heat  capacity  of  a  system  is  the  sum  of  the  heat  capacities  of  all  the 
substances  in  the  system. 

Mechanical  Equivalent  of  Heat.  It  has  been  found  by  experi- 
ment that  one  calorie  is  equivalent  to  42  660  gram-centimeters  of 
work.*    This  is  called  the  mechanical  equivalent  of  heat. 

Liquid.  A  liquid  is  a  substance  which  will  fill  completely  the 
lower  part  of  a  containing  vessel.  It  is  a  substance  having  a  definite 
volume  but  no  definite  shape.  We  have  no  such  broad  generaliza- 
tions for  liquids  as  the  gas  laws,  and  considerations  of  details  are 
reserved  for  later  chapters. 

Solid.  A  solid  is  a  substance  having  both  definite  volume  and 
shape.  Solids  may  be  crystalline  or  amorphous.  If,  to  this  definition^ 
we  add  that  a  solid  has  a  definite  melting  pwint,  then  amorphous 
solids  must  be  considered  as  very  viscous  liquids.  One  classification 
is  useful  in  some  discussions,  the  other  in  others. 

Solution.  A  solution  is  a  mixture  of  substances  chemically  and 
physically  homogeneous  throughout,  the  proportions  of  whose  com- 
ponents may  be  altered  continuously  without  producing  an  abrupt 
change  in  any  property  of  the  solution.  The  full  significance  of  this 
definition  will  appear  later.  It  is  at  once  evident  that  we  may  have 
solutions  in  each  of  the  three  conditions  of  aggregation;  we  may  have 
gaseous,  liquid,  and  solid  solutions. 

Solvent  and  Solute.  WTien  two  substances  form  a  solution  it 
is  customary  to  refer  to  that  present  in  the  larger  quantity  as  the 
solvent,  and  to  the  other  as  the  solute.  But  these  are  really  inter- 
changeable terms,  and  if,  for  example,  we  have  a  solution  containing 
alcohol  and  water  in  equal  volumes  there  is  no  criterion  by  which  to 
determine  which  of  these  shall  be  called  the  solvent  and  which  the 
solute. 

^  M&ny  determinations  have  been  made.  This  recent  value  we  owe  to  Calloi- 
dar  and  Barnes.    Phil.  Trans.,  199,  149  (1902). 
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The  Principle  of  Continuity.  Continuity  is  observable  in  almost 
all  the  phenomena  of  nature.  The  boimdary  lines  between  the  con- 
ditions of  aggregation  are  not  fixed  and  definite,  and  under  certain 
conditions  one  state  merges  into  another.  Above  the  critical  tem- 
perature the  change  from  gas  to  liquid  may  be  made  to  occur  and  yet 
not  be  observable.  Liquids  of  increasing  viscosity  may  be  selected 
from  the  very  mobile,  such  as  ether  or  carbon  disulphide,  through 
oils,  molasses,  putty,  wax  to  glass,  a  substance  commonly  classed  as 
a  solid.  But  a  glass  rod,  supported  at  the  ends,  will  gradually  bend, 
and  this  is  "flowing";  the  same  phenomenon  as  the  flowing  of  water 
down  hill,  only  slower.  Rocks  "flow"  imder  great  pressure  in  the 
course  of  geologic  ages.  Thermometers  are  evacuated  and  the 
pressure  of  the  atmosphere  may  cause  the  glass  to  flow  and  diminish 
the  internal  capacity.  A  thermometer,  accurate  to-day,  may  give 
readings  which  are  too  high  a  year  from  to-day,  from  this  cause. 

Melting  Point.  A  lack  of  continuity  worthy  of  notice  is  shown 
by  crystalline  solids.  They  invariably  have  definite  melting  points, 
above  which  they  are  liquids,  below  which  they  are  solids.*  Amor- 
phous solids  have  no  definite  melting  points,  and  this  is  the  reason 
they  may  be  considered  as  liquids  of  great  viscosity. 

Continuity  in  Solutions.  Another  instance  of  continuity  is  fur- 
nished by  a  series  of  solutions.  At  one  extreme  we  have  what  we 
may  call  a  true  solution,  such  as  copper  sulphate  dissolved  in  water. 
The  solute  has  not  the  slightest  tendency  to  separate  out  in  time;  on 
the  contrary,  if  the  solution  is  not  homogeneous  throughout  to  begin 
with,  diffusion  proceeds  until  it  is.  At  the  other  extreme  we  have 
suspensions,  as  of  sand  in  water,  which  separate  rapidly.  Between 
these  extremes  we  have  every  conceivable  gradation;  extremely  fine 
precipitates  take  an  appreciable  time  to  settle  out;  an  emulsion  of 
sufliciently  fine  oily  globules  may  take  hours,  as,  for  instance,  cream 
rising  above  milk;  milk  itself  is  an  emulsion  which  will  not  separate 
in  a  long  while;  in  colloidal  solutions  the  particles  may  be  seen  and 
coimted  by  ultramicroscopic  methods,  and  yet  colloidal  solutions  of 
metallic  gold  have  been  preserved  for  sixty  years  without  separating 
QUt.  It  is  hard,  if  not  impossible,  to  draw  a  definite  dividing  line 
between  true  solutions  and  colloidal  solutions  on  the  one  hand,  or 
between  colloidal  solutions  and  suspensions  or  emulsions  on  the  other. 

Classifications  are  Artificial.  This  continuity  in  nature  is  con- 
stantly interfering  with  our  efforts  at  classification  and  subdivision 

*  The  existence  of  "liquid  crystals"  is  not  an  exception  to  this  statement. 
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of  subjects;  indeed  we  have  already  experienced  the  inconvenience 
several  times.  It  forces  us  to  realize  that  most  of  our  classifica- 
tions  are  artificial  and  not  natural.  The  objective  imiverse  is  one 
continuous  whole  without  a  beginning  and  without  an  end,  so 
far  as  we  know.  When  we  begin  its  study  we  plimge  into  the 
middle  of  it,  and  are  entirely  free  to  strike  out  in  any  direction.  We 
cannot  tell  beforehand  which  way  is  easy  and  which  hard.  The 
terms  "elementary"  and  "advanced"  convey  false  impressions,  for 
the  "elementary"  subjects  are  merely  those  taken  up  first,  and  often 
are  harder  to  master  than  are  the  "advanced"  subjects,  which  are 
taken  up  later. 


SECTION  II 

STOICHEIOMETRY 


CHAPTER  IV 

UNIT   QUANTITIES   OF  CHEMISTRY  AND   CHEMICAL  NOTATION 

Stoicheiometry.  Beginning  with  this  chapter  and  continxiing 
through  Chapter  X  we  shall  be  dealing  with  eflforts  to  answer  the 
question,  what  are  the  ultimate  constituents?  This  subject  is  called 
stoicheiometry,  a  word  which,  by  derivation,  means  the  measurement 
of  the  constituents. 

The  rules  of  right  thought  must  be  followed,  and  the  facts,  ob- 
tained by  experiment  and  observation,  which  form  the  starting  point 
of  each  line  of  reasoning,  must  be  presented  before  the  reasoning 
is  begun.  It  is  therefore  necessary  to  state  briefly  a  number  of 
familiar  generalizations  and  definitions;  but  a  rapid  review  is  seldom 
unprofitable. 

Chemical  Compound.  When  substances  interact  with  the  per- 
manent loss  of  some  properties  and  appearance  of  new  properties,  we 
say  a  chemical  compovmd  has  formed.  We  have  learned  by  experience 
that  most  substances  may  be  split  up  by  suitable  processes,  called 
analytical,  into  simpler  substances,  and  that  beginning  with  these 
simpler  substances,  we  may  build  up  the  original  compovmds  again  by 
methods  called  synthetical. 

Elements.  A  comparatively  small  group  of  about  eighty  sub- 
stances have  thus  far  resisted  all  our  efforts  to  analyze  them  into 
simpler  substances.  Having  this  property  in  common,  they  form  a 
class  by  themselves,  and  we  call  them  elements.  Because,  with  our 
finite  means  and  finite  intelligence,  we  have  not  succeeded  in  splitting 
them  is  not  sufficient  justification  for  saying  they  cannot  be  split. 
Indeed,  we  know  facts  about  the  elements  which  incline  us  to  believe 
that  we  could  break  them  up  if  we  had  more  energetic  methods  of 
analysis,  and  knew  how  to  apply  them. 
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If  these  substances  are  not  elements  in  the  original  sense  of  the 
word,  they  nevertheless  have  so  many  "  class  "  properties  that  we 
are  justified  in  assuming  they  are  of  the  same  order  of  complexity. 

We  never  can  state  exactly  how  many  elements  there  are,  for  the 
list  may  be  likened  to  an  exclusive  club.  There  are  always  a  few 
substances  about  which  we  are  in  doubt  as  to  whether  they  should 
be  included  or  not.  They  have  not,  as  yet,  been  sufficiently  in- 
vestigated. 

Combining  Weights.  John  Dalton  (1766-1844)  observed  the 
facts  and  stated  the  generalization  so  well  kno^n  to  us  as  the  law  of 
definite  and  multiple  proportions  by  weight.*  He  recognized  that 
from  the  ratios  obtained  by  analysis,  a  different  numerical  value 
could  be  picked  out  for  each  element,  representing  the  parts  by  weight 
with  which  it  enters  into  combination,  and  that  no  matter  what  the 
compound,  the  parts  by  weight  of  each  element  in  it  could  be  repre- 
sented by  the  characteristic  number  belonging  to  that  element,  or 
some  simple  whole  number  multiple  of  that  number.  These  char- 
acteristic numbers,  most  essential  properties  from  the  chemist's 
standpoint,  are  often  called  the  combining  weights  of  the  elements. 
They  are  also  called  the  stoicheiometrical  constants. 

The  Law  of  Definite  and  Multiple  Proportions  by  Weight 
With  the  assistance  of  this  term  we  may  state  the  law,  which  is 
sometimes  called  the  law  of  constant  proportions  by  weight,  as  follows: 
The  elements  unite  to  form  chemical  compounds  only  in  the  pro- 
portions expressed  by  their  combining  weights,  or  simple  whole 
number  multiples  thereof. 

This  law,  as  stated,  contains  a  definition  of  chemical  compoimd, 
and  excludes  all  substances  which  do  not  contain  their  constituents 
in  definite  parts  by  weight  from  that  category.  It  is  entirely  possible 
that  when  a  substance  goes  into  solution  we  have  a  manifestation  of 
the  same  kind  of  energy  as  that  manifested  when  elements  unite  to 
form  chemical  com|x)unds.  Too  rigid  adherence  to  particular  defini- 
tions or  classifications,  however  well  established  and  time  honored,  is 
undesirable,  for  it  sometimes  leads  to  prejudices,  a  reluctance  to 
accept  facts  or  give  particular  N-iews  due  consideration,  and  so  retards 

*  The  first  facts  and  ideas  appeared  in  Dalton *s  paper  "On  the  Absorption  of 
Gases  by  Water  and  other  Liquids/'  read  October  21, 1803,  published  in  "Memoirs 
of  the  Literary  and  Philosophical  Society,"  Manchester,  second  scries,  Vol.  I. 
More  complete  descriptions  are  contained  in  his  "New  System  of  Chemical 
Philosophy."  Vol  I,  1808. 
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the  advance  of  science.    The  mind  must  be  kept  open  and  the  judg- 
ment impartial  at  all  costs. 

A  different  wording  of  the  law,  admitting  the  possibility  of  the 
above  suggestion,  might  be  preferable.  But  any  modification  must 
still  state  the  observed  facts;  they  are  past  events,  not  capable  of 
alteration. 

The  Law  of  Combining  Volumes.  Practically  simultaneously 
with  Dalton's  discovery,  Gay-Lussac  announced  the  law  which  is  no 
less  valuable  for  the  establishment  of  our  chemical  units  and  chemical 
notation  than  the  law  of  definite  and  multiple  proportions  by  weight, 
namely,  the  law  of  combining  volumes.  The  facts  are  familiar.  We 
may  state  the  generalization  as  follows:  If  gases  interact  and  form 
a  gaseous  product,  the  volumes  of  the  reacting  gases  and  the  volumes 
of  the  gaseous  products  are  to  each  other  in  very  simple  proportions, 
expressible  by  small  whole  numbers. 

On  these  two  laws  we  base  the  whole  of  our  system  of  chemical 
imits  and  chemical  notation. 

Historical.  It  is  practically  certain  that  Dalton,  as  a  result  of 
his  study  of  Isaac  Newton's  works,  conceived  the  atomic  theory  of 
chemistry  in  his  own  mind,  without  a  shred  of  experimental  evidence. 
He  then  proceeded  by  deduction,  made  surprisingly  few  experiments, 
found  they  corresponded  to  his  preconceived  ideas,  and  one  of  the 
most  beautiful  and  useful  classification  systems  ever  evolved  by  the 
mind  of  man  was  fairly  launched. 

The  way  in  which  this  system  is  now  presented,  with  very  few 
exceptions,  is  more  logical.  Experimental  facts  are  described;  from 
these  the  law  is  extracted;  as  a  plausible  explanation  of  the  law  the 
atomic  theory  is  given.  From  this  idea,  the  result  of  induction, 
deductions  are  made,  and  we  have  our  atomic  weights,  formulae,  and 
equations. 

No  exception  can  be  taken  to  this  method  as  such,  for  it  is  typical 
of  right  thought.  The  only  trouble  with  it  is  that  it  is  too  good. 
Beginners  are  almost  infallibly  convinced  by  it  of  the  objective 
reality  of  atoms.  They  feel  that  some  particularly  expert  scientist, 
somewhere,  with  exceptional  microscopes,  knives,  and  tweezers,  has 
dissected  all  substances,  and  inspected,  covmted,  and  weighed  single 
atoms.  This  confusion  of  fact  with  theory,  particularly  at  the  outset, 
is  truly  harmful.  If  permitted  in  so  important  an  instance,  it  will 
always  be  more  difficult  to  distinguish  fact  from  theory,  and  that 
injures  the  faculty  of  right  judgment.    Of  course  a  readjustment  is 
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effected  later,  and  a  carefol  thinker  uses  the  atomic  theory  freehr. 
admires  iu  iccog;nizes  in  it  an  indispensahle  tooL  but  ne^-er  forgets 
it  is  a  theory.  Bat  why  force  the  majority  of  students  to  spend  time 
and  thought  readjusting  their  eariy  ideas  idien  it  is  just  as  easy  to 
lead  them  past  the  trap  by  basing  the  units  of  chemistry  on  facts 
vithoot  the  use  of  theory  ?  For  this  reason  onh\  and  sot  at  aH  from 
a  lack  of  appreciation  of  the  atomic  theor%\  scene  pifrs  ha\~e  beoi 
taken  to  develop  our  units  from  the  laws  aione,  witlkxit  reference  to 
any  theory,  in  the  following  pages. 

Batios,  The  results  of  anah-^  are  expressed  in  percentage.  The>' 
are  ratios,  giving  the  parts  by  we^t  with  which  each  element  ent»s 
into  the  compound.  \  ratio  is  not  altered  by  multiph-ing  or  d:\-idiiig 
it  by  any  number.  It  was  a  truly  brilliant  idea  to  try  multiphing 
and  dividing  these  ratios  until  each  element  was  represented  in  all 
ratios  in  which  it  appeared,  by  one  characteristic  cumber,  or  a  szaII 
whole  number  nraltqple  ol  the  characteristic  number.  Results  of 
anahr^  and  ampGdied  ratios  for  tour  substances  are  as  foiIow^: 

Watcn  ii.ii  percent  krdiQfeB;  jSjSS  per  orcc  <fiXTzcc  ..^ 

HvdrogcB  ycrmalc:  5-^  per  oecc  fLtCEUBEs:  04- c  pffcect  cxr^cs..  ^ 
Jictiuae:  25  per  cesi  bydEucei;  75  per  oect  cuSoci  .    .  — 

per  CKXLt  cutxE.1  r^r  picr  cccc  oxy^ec  .    . .  ^ 


DividiQS  the  5rst  three  ratios  throcch  bv  numbers  such  as.  in  each 
case,  to  ZLike  the  nuEiber  representing  parts  by  wex^:  witii  wtiich 
hydrogen  enters  into  codbccatioc  eqsal  to  coe.  we  c(>tain  the  radios 
after  the  eq^aLity  marksw  Osyeen  appears  in  the  £rst  ratio  with  tbe 
vihae  S,  in  the  secctd  wiih  the  \:il-je  I'D.  Eiiii:  appears  to  be  the 
characteristic  number  foe  oiygen.  Di\-:de  :he  fourth  miia  thnjcszh 
by  sucn  a  n-jmber  as  ic  r-.ikt  the  oiysen  \ilae  S  and  '±^t  2:\-es  us 
3  fcr  cirbcc.  This  is  tbe  saniie  number  we  obtainevi  fee  carbcc 
when  »e  ilterttii  "Jie  third  nti^  in  such  a  wiv  as  to  rereesent  the 
hvcro«en  in  it  tv  i.  U  this  were  all  the  cj.zi  we  had.  we  shcuLd 
saj-  the  character^t::  numbers  were  i  fcr  hydrwen.  5  fee  oi>-xen. 
and  ^  for  carbon. 

We  ha\x  an  immense  amount  ce  data,  everv  anal\^  ri'^es  us  a 


ntio.  and  we  can  manipulate  them  all  In  iis  -nv.     The  ZKee  we 


"*r- 


into  ccc5£'5era:i:ei.  me  m»:ce  clear. v  e-.toen:  1:  is  that  we 


jekct  a  number  fee  eacn  c.em^tn:  sum  tna:  ;:.  :r  Kcie  sm-ill  numt? 
nmliiipMe  cc  it.  expresses  "Jk  runs  by  ir^izn:  w 
caters  into  aH  its  kzK>wn  cfanrical  cccoccnidk 
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Symbols.  For  the  sake  of  brevity  we  do  not  write  the  full  names 
of  the  elements,  but  only  the  initial,  or  the  initial  and  one  other  letter, 
when  confusion  might  otherwise  arise,  of  its  Latin  name.  We  call 
these  the  symbols. 

Formute.  Now  if,  besides  the  name,  we  let  each  sjnnbol  stand  as 
an  algebraic  symbol  for  that  number  which  is  so  characteristic  of 
each  element,  the  parts  by  weight  with  which  it  enters  into  combina- 
tion, we  have  a  system  which  enables  us  to  compress  an  inmiense 
amount  of  information  into  small  space.  We  may  then  combine 
symbols  into  formulae  which  will  tell  us  not  only  what  elements  are 
present  in  the  compound,  but  also  the  parts  by  weight  of  each  element 
there.  The  sum  of  the  symbol  weights  in  the  formula  will  then  be 
the  formula  weight. 

Equations.  Such  formulae  can  be  combined  into  equations  repre- 
senting reactions,  and  these  enable  us  to  carry  out  a  great  variety  of 
useful  calculations.  But  before  a  calculation  can  be  begun  the 
equation  must  be  "balanced,"  i.e.,  the  smallest  possible  coefficients 
are  placed  before  the  formulae  until  there  are  as  many  of  each  sjnnbol 
to  the  right  as  to  the  left  of  the  equality  mark.  This  is  necessary, 
for  experience  has  taught  us  that  no  mass  is  lost  in  any  chemical 
reaction. 

Use  of  Arrows.  Sometimes  we  have  no  intention  to  make  a  cal- 
culation and  merely  wish  to  state  the  substances  involved  in  a  re- 
action. We  may  place  the  formulae  for  all  the  original  substances  in 
one  group  and  for  the  products  in  another,  separating  the  groups  by 
a  single  anpw.  The  arrow  indicates  no  effort  has  been  made  to 
"  balance,"  for  it  is  not  an  equation.  Frequently  reactions  proceed 
from  "right  to  left"  under  certaiR  circimistances  and  from  "left  to 
right"  imder  others.  We  indicate  this  reversibility  by  substituting  a 
double  arrow  for  the  equality  mark  in  a  balanced  equation. 

Symbol  Weights.  Our  task  then  is  to  select  these  numbers  for 
which  the  symbols  shall  stand  in  such  a  way  that  all  these  advantages 
shall  follow.  We  shall  call  these  numbers  the  symbol  weights.  That 
is  the  best  name  for  them,  for  it  is  utterly  impossible  to  misunder- 
stand it,  and  it  does  not  introduce  any  theory.* 

*  It  will  be  noticed  that  the  term  symbol  weight  is  substituted  for  the  present 
term  atomic  weight.  Some  writers  use  "combining  weight"  as  synonymous  with 
atomic  weight  in  order  to  avoid  the  premature  use  of  the  latter  term.  There  are 
two  objections  to  this.  It  has  been  said  that,  as  argon  and  helium  are  not  known 
to  combine  with  anything,  we  should  not  say  they  have  "combining  weights.'* 
This  is  a  splitting  of  hairs.    But  other  writers  use  the  term  "combining  weight" 
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Unit  for  Symbol  Weights.  The  sjnnbol  weights  are  based  on 
the  results  of  analjrsis  and  they  are  merely  relative.  Being  merely 
relative  we  may  choose  whatever  we  like  as  the  unit  for  measuring 
them.  We  may  take  any  element  as  the  standard,  put  its  symbol 
weight  equal  to  any  number,  and  refer  all  others  to  it.  We  may  put 
the  symbol  weight  of  oxygen  equal  to  one,  or  of  carbon  equal  to  one, 
or  of  hydrogen  equal  to  one;  we  may  put  the  symbol  weight  of  oxy- 
gen equal  to  one  hundred,  or  to  re;  and  then  refer  all  others  to  the 
standard  chosen. 

Having  perfectly  free  choice,  let  us,  for  the  time  being,  set  the 
symbol  weight  of  hydrogen  equal  to  one.  For  excellent  reasons 
which  will  be  stated  later,  and  by  international  agreement,  O  =  i6 
has  been  adopted  and  is  actually  the  basis  for  all  our  s3nnbol  weights. 
The  reasoning  is,  of  course,  the  same,  no  matter  what  the  standard, 
but  it  is  perhaps  a  little  more  readily  followed  if  developed  on  the 
basis  of  H  =  I.  Remember  that  this  selection  is  purely  empirical 
and  that  we  might  have  chosen  anything  else.  But  having  made  this 
choice,  let  us  adhere  to  it. 

Fractions  of  Symbols  Excluded.  We  propose  to  combine  our 
symbols  into  formulae.  It  is  easy  to  write,  or  to  print,  Hj  or  He 
when  we  desire  to  represent  two  or  six  symbol  weight  quantities  of 
hydrogen  in  a  compound.  But  it  would  be  inconvenient  and  cumber- 
some if  we  had  to  represent  fractional  parts  of  symbol  weights  in 
formula?.  H}0|  is  a  formula  for  water  as  true  to  the  facts  as  H2O, 
but  there  is  no  comparison  between  the  convenience  of  the  two  ex- 
pressions. Therefore  in  order  that  our  system  shall  be*  convenient, 
and  not  in  the  least  because  of  any  necessity  in  the  case,  we  lay  down 
a  rule  for  ourselves.  We  shall  select  such  numbers  for  our  symbol 
weights  that  we  need  never  use  a  fractional  part  of  a  symbol  weight 
in  any  formula.  This  is  important,  and  is  the  reason  for  certain 
selections  to  follow. 

Selection  of  the  Symbol  Weight  for  Oxygen.    We  shall  now 

as  synonymous  with  **  equivalent  weight."  It  is  open  to  either  construction.  Tliis 
diversity  in  its  use  has  literally  spoiled  it  for  the  purposes  of  sdcnce,  and  it  will 
not  be  used  again  in  this  book.  The  term  ''symbol  weight "  is  not  open  to  either 
objection. 

Too  early  introduction  of  the  term  *'  equivalent  weight "  is  fertile  in  difficulties 
and  misunderstandings  for  beginners.  It  will  be  introduced  first  in  the  di^russion 
of  valence.  **  .\tomic  weight "  will  be  introduced  after  the  atomic  theor>'  and  with 
exactly  the  meaning  given  to  "  symbol  weight,"  plus  the  declaration  of  faith  in  the 
theory. 
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undertake  to  select  a  symbol  weight  for  oxygen  on  the  basis  that 
H  =  i. 

Let  us  tabulate  some  of  the  possibilities  according  to  the  analysis 
of  water,  remembering  that  ratios  are  not  altered  by  multiplication 
or  division. 

H  =  I.     H :  O  =  ii.ii :  88.88. 


Ratio. 

Symbol  weight 
ofO. 

Pormnla. 

Formula 
weight. 

i:8 

2  '  l6 

3:  24 
4:32 
etc. 

8 
16 

24 

32 

etc. 

HO 

H,0 

H,0 

H4O 

etc. 

9 
18 

27 

36 

etc. 

Intermediate  and  Smaller  Values  Excluded.  The  first  column 
contains  all  the  ratios  we  are  willing  to  consider,  for  we  have  decided 
to  base  our  system  on  H  =  i  and  not  admit  to  consideration  any- 
thing but  whole  nmnber  multiples  of  our  unit.  This  excludes  all  in- 
termediate possibilities  and  obliges  us  to  begin  our  series  with  a  ratio 
in  which  the  value  for  H  is  not  less  than  one.  If  we  conclude  to 
adopt  the  first  ratio  the  weight  for  which  the  symbol  O  stands  is  8. 
The  formula  is  to  be  a  combination  of  symbols  expressing  the  results 
of  analysis  and  so  must  be  HO.  The  formula  weight  must  be  the 
sum  of  the  weights  represented  symbolically  in  the  formula  and  so 
is  9.    Dalton  did  precisely  this. 

Excluding  Smaller  Values  for  O.  This  does  not  exclude  the 
possibility  of  selecting  4  as  the  symbol  weight  of  oxygen,  which  would 
involve  writing  the  formula  HO2  and  leave  the  formula  weight  9. 
But  there  is  no  limit  to  such  possible  subdivision;  we  might  call  the 
sjnnbol  weight  of  oxygen  2  and  write  HO4  for  water,  or  i  and  write 
HOg,  and  so  on.  We  prefer  to  keep  our  formulae  as  simple  as  possi- 
ble, and  so  we  volimtarily  make  our  rule  more  rigid.  We  shall  adopt 
as  the  symbol  weight  the  largest  number  we  can,  but  not  so  large 
that  we  shall  ever  have  to  use  a  fractional  part  of  a  symbol  in  any 
formula.  From  this  it  follows  that  if,  for  any  cause,  we  exclude  the 
first  ratio  from  consideration  and  adopt  the  second,  16  is  to  be  chosen 
as  the  symbol  weight  of  oxygen.  The  formula  must  express  the  ratio 
2  :  16.  Since  H  =  i  we  must  write  H2.  Since  O  =  16,  we  must 
write  O,  and  so  we  construct  the  formula  H2O  and  the  formula  weight 
is  18.    If,  for  any  cause,  we  exclude  the  first  two  ratios,  and  adopt 
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the  third,  as  a  consequence  we  must  adopt  O  =  24,  and  from  this 
follows  the  formula  HsO  and  the  formula  weight  27.  We  may  go  on 
in  this  way  indefinitely,  for  though  we  have  excluded  many  possibili- 
ties the  series  we  have  may  be  extended  to  infinity.  We  must  find 
some  way  to  choose  between  these  possibilities.  Bringing  in  the  ratio 
obtained  by  analysis  of  hydrogen  peroxide  or  other  compounds  helps 
us  not  at  all. 

Other  analyses  give  us  similar  series  of  possibilities  for  other  sym- 
bol weights,  for  instance: 

H  -  I.    H:  CI  -  2.74: 97.25. 


Ratio. 

Symbol  weight 
of  CI. 

Formula. 

Formula 
weight. 

I  '    35.45 
2:     70.9 

3:  106.35 
4:  141  8 

etc. 

35.45 
70.9 

106.35 
141. 8 

etc. 

HCl 

H,C1 

H,C1 

H4CI 

etc. 

36.45 
72.9 

109.35 

145. « 

etc. 

H  -  I.    H  :  N  -  17.54  :  82.35. 


Ratio. 

Symbol  weight 
ofN. 

Formula. 

Formula 
weight. 

I  :    4.66 

4.66 

HN 

5.66 

2:    9  33 

9  33 

H,N 

^^33 

3:  14.0 

14.0 

H,N 

17.0 

4:  18.66 

18.66 

H4N 

22.66 

etc. 

etc. 

etc. 

etc. 

H-  I.    H: 

C  -  25  :  75. 

Ratio. 

Symbol  weight 
olC. 

Formula. 

Formula 
weight. 

I  '3 

3 

HC 

4 

2:6 

6 

H,C 

8 

3'Q 

0 

H,C 

12 

4:12 

12 

H4C 

16 

etc. 

etc. 

etc. 

etc. 

Algebraic  Analogy.  We  are  in  much  the  same  predicament  as 
when,  stating  a  problem  algebraically,  we  find  we  have  two  unknowns 
and  but  one  equation.  Algebra  teaches  us,  under  such  circumstances, 
that  we  must  look  at  the  original  problem  from  another  point  of  view 
and  obtain  a  second,  independent  equation.    We  do  much  the  same 
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in  chemistry.  We  approach  the  problem  from  another  side  and 
secure  what  amounts  to  a  second  equation. 

Other  Properties.  There  are  several  properties  which  we  may, 
and  do,  use  to  help  us  in  our  selections,  but  the  facts  comprised  in 
Gay-Lussac's  law  of  combining  volumes  are  by  far  the  most  impor- 
tant. They  lead  us  to  adopt  a  rule  which  makes  the  selection  from 
the  apparently  infinite  number  of  ratios  not  only  possible  but  easy. 
Other  properties,  useful  for  the  same  purpose,  such  as  isomorphism 
and  Dulong  and  Petit's  law,  are  relatively  unimportant  and  are  in 
fact  used  only  in  the  few  cases  where  the  method  to  be  described 
cannot  be  applied,  or  merely  as  corroborative  evidence. 

Appljring  the  Law  of  Combining  Volumes.  Just  as  we  have 
series  of  ratios  representing  parts  by  weight  entering  into  combina- 
tion, so  we  have,  for  gases,  series  of  ratios  representing  parts  by  vol- 
ume entering  into  combination.  Just  as  the  first  ratios  lead  us  to 
the  idea  of  selecting  characteristic  weights,  so  the  second  ratios  lead 
us  to  the  idea  of  selecting  characteristic  volumes.  We  might  very 
properly  call  the  law  of  definite  proportions  by  weight  the  law  of 
combining  weights,  and  the  law  of  combining  volumes  the  law  of 
definite  proportions  by  volume.  The  custom,  imfortunately,  is  to 
select  the  two  names  which  obscure  the  close  analogy  actually 
there. 

The  fact  that  one  volume  of  hydrogen  unites  with  one  volume  of 
chlorine  to  form  two  volumes  of  hydrogen  chloride,  and  that  almost 
as  simple  relationships  hold  in  every  reaction  where  a  gas  is  involved, 
is  so  familiar  to  us  it  is  hard  to  appreciate  what  a  wonderful  regularity 
it  is. 

As  we  chose  empirically  a  standard  of  reference  for  parts  by  weight 
in  which  substances  combine  (H  =  i)  so  may  we  choose  empirically 
a  standard  of  reference  for  parts  by  volume  in  which  gases  combine. 
We  see  immediately  that  the  parts  by  volume  with  which  gases  unite 
are  not  different  and  characteristic  of  the  different  substances  as  are 
the  parts  by  weight,  but  that  they  are  all  the  same,  or  some  small 
whole  niunber  multiple  of  a  single  volume,  the  same  for  all  gases, 
whether  elementary  or  compound.  The  system  of  xmits  and  nota- 
tion we  are  constructing  will  be  more  valuable  if  it  includes  and 
expresses  this  regularity. 

Tentative  Plan.  We  must  experiment  a  little  to  find  out  how 
best  to  include  it.  Naturally  the  first  idea  to  occur  to  us  would  be  to 
try  as  this  standard  of  reference  for  parts  by  volume,  the  volume 
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occupied  by  our  standard  of  reference  for  weights;  Le.,  the  volume 
occupied  by  a  symbol  weight  of  hydrogen.  We  may  choose  any  sys- 
tem of  weights  whatever,  tons  or  grains,  kilograms  or  milligrams. 
We  do  choose  grams.  So  our  standard  of  reference  for  volumes  be- 
comes the  volume  occupied  by  one  gram  of  hydrogen  under  standard 
conditions  (760  mm.,  o**).    Call  this  volume  x  cm'. 

We  know  x  cm'  hydrogen  unites  with  x  cm'  chlorine  to  form 
2  x  cm'  hydrogen  chloride.  According  to  this  tentative  suggestion 
of  ours  the  weight  in  grams  of  x  cm'  chlorine  should  be  the  symbol 
weight  of  chlorine  and  the  weight  in  grams  of  2  x  cm'  hydrogen 
chloride  should  be  the  formula  weight  of  the  compound.  Actual 
weighings  prove  x  cm'  chlorine  weigh  35.45  grams  and  2  x  cm' 
hydrogen  chloride  weigh  36.45  grams.  This  all  corresponds  excel- 
lently with  the  first  possible  ratio  from  analjrsis  and,  provisionally 
at  least,  we  may  adopt  35.45,  and  not  a  multiple  of  35.45,  as  the 
symbol  weight  of  chlorine. 

Now  let  us  apply  this  promising  plan  to  the  water  ratio.  Our  ex- 
perience with  hydrogen  chloride  inclines  us  to  think  the  first  ratio  is 
likely  to  be  the  best.  According  to  this,  the  symbol  weight  of  oxy- 
gen should  be  8.  Actual  weighings  tell  us  eight  grams  of  oxygen 
occupy  i  X  cm'.  Now  there  are  two  possibilities;  either  a  symbol 
weight  of  oxygen  must  be  considered  as  occupying  half  the  volume 
occupied  by  a  symbol  weight  of  hydrogen,  or  the  symbol  weight  of 
oxygen  must  be  chosen  as  16.  If  we  choose  the  first  alternative 
we  have  x  cm'  hydrogen  uniting  M^ith  J  x  cm'  oxygen  to  form  x  cm' 
gaseous  water  which  weighs  9  grams.  (Of  course  the  experiments 
are  to  be  carried  out  above  100**  and  the  volumes  calculated  to  stand- 
ard conditions.)  The  conditions  of  the  first  ratio  are  fulfilled.  But 
if  we  choose  to  say  the  symbol  weight  of  oxygen  is  16,  we  shall 
have  2  X  cm'  hydrogen  uniting  with  x  cm'  oxygen  to  form  2  x  cm' 
gaseous  water  which  weigh  18  grams,  and  the  formula  HjO  expresses 
the  contents  of  the  formula  volume.  The  conditions  of  the  second 
ratio  are  fulfilled.  Moreover,  if  we  adopt  this  second  alternative  we 
observe  that  the  volume  occupied  by  a  formula  weight  in  grams  of 
hydrogen  chloride  is  the  same  as  that  occupied  by  a  formula  weight 
in  grams  of  gaseous  water,  an  interesting  coincidence. 

Let  us  try  the  plan  of  adopting  as  the  symbol  weight  the  weight  in 
grams  of  x  cm'  on  the  ratios  for  ammonia.  .Actual  weighing  tells  us 
xcm'  of  nitrogen  weighs  14  grams.  Accordingly  we  adopt  the  third 
ratio.    We  find  that  x  cm'  of  nitrogen  unite  wth  3  x  cm'  hydrogen 
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to  form  2  X  cm',  a  formula  volume  of  ammonia,  the  contents  of 
which  weigh  17  grams  and  are  expressed  by  the  formula  NHs.  But 
this  is  the  same  volume  we  had  for  hydrogen  chloride  and  for  gase- 
ous water.  This  seems  to  be  something  more  than  an  interesting 
coincidence. 

The  Formula  Volume.  It  would  be  merely  tedious  to  multiply 
these  instances  more.  This  regularity  exists  for  every  known  gaseous 
compound.  The  weight  in  grams  of  this  volume,  2  x  cm',  of  every 
known  gaseous  compound  is  the  same  as  one  of  the  possible  formula 
weights  in  a  series  from  analysis.  We  therefore  adopt  as  a  rule  to  be 
followed  in  establishing  the  units  of  chemistry:  The  volume  occupied 
by  two  symbol  weight  quantities  of  hydrogen  shall  be  called  the 
formula  volume  and  shall  be  considered  as  containing  a  formula 
weight  of  any  gaseous  substance.  (Of  course  calculated  to  standard 
conditions  of  temperature  and  pressure.)  The  weight  of  this  volume 
of  any  gas  must  then  be  the  formula  weight.  Having  thus  secured 
an  independent  method  for  determining  formula  weights  we  have  a 
method  for  choosing  one  from  the  infinite  series  of  possibilities  opened 
by  each  analysis. 

Numerical  Value  of  the  Formula  Volume.  To  determine  the 
numerical  value  of  this  foimula  volume,  we  have  only  to  determine  the 
volume  occupied  by  two  grams  of  hydrogen.  By  actual  experiment 
we  have  found  that  one  cm'  of  hydrogen,  under  normal  conditions 
of  temperature  and  pressure,  weighs  0.000  090  gram  (more  accurately 

ojooo  089  87  gram).     Then  will  give  the  volimie  occupied 

0.000  090 

by  two  grams.  In  round  numbers  this  equals  22  400  cm'.  Oiu*  for- 
mula volume  is  then  22  400  cm'  or  22.4  liters,  and  this  is  one  of  the 
few  numerical  values  which  it  is  necessary  for  the  student  of  chem- 
istry to  commit  to  memory. 

Rule  for  Formula  Weight.  It  follows  that,  to  determine  the 
formula  weight  of  a  substance,  we  have  but  to  find  the  weight  in 
grams  of  22.4  liters  of  it,  as  a  gas  and  at  760  mm.  and  o**.  This 
weight  is  the  formula  weight.* 

Illustration.  For  instance,  we  find  that  0.0504  gram  of  water 
(gaseous)  at  120°  C,  and  under  745  mm.  pressure,  occupies  92  cm'. 

•  Substitute  for  formula  weight  as  here  defined  its  synonym,  molecular  weight, 
and  our  rule  summarizes  all  the  methods  for  determinations  of  molecular  weights 
of  gases. 
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Applying  the  gas  laws  we  calculate  what  volume  this  weight  would 
occupy  if  we  could  have  it  under  normal  conditions: 

x  =  02X^X— =  62.66  cm'  at  0°  and  760  mm.* 
760     393 

If  62.66  cm'  weigh  0.0504  gram  what  will  be  the  weight  of  22  400  cm'  ? 

'  \7^  X  22  400  =  18.01.    And  so  18  is,  by  definition,  the  formula 
62.66  7     ^  , 

weight  of  gaseous  water.  As  has  been  said,  the  second  ratio  is  the 
only  one  which  agrees  with  this,  and  that  is  why  we  select  it  and 
write  the  formula  H2O  and  say  O  =  16. 

Other  Cases.  Experimental  determination  of  the  weight  of  a 
given  voliune  of  the  gas  at  measured  temperature  and  pressure,  what 
is  called  a  vapor  density  determination,  followed  by  the  calculation 
of  the  weight  in  grams  of  22.4  liters  at  0°  and  760  mm.,  leads  to  the 
adoption  of  NHs  as  the  formula  of  ammonia  and  N  =  14,  to  the 
adoption  of  CH4  as  the  formula  of  methane  and  C  =  12,  and  so  on 
for  all  gases. 

Formula  of  Hydrogen.  The  formula  volume  of  hydrogen  con- 
tains two  grams  of  hydrogen.  The  symbol  H  stands  for  the  number, 
I.  To  express  2,  using  H  to  do  it,  we  must  write  H  twice.  There- 
fore H2  is  the  formula  of  hydrogen. 

22.4  liters  of  oxygen  at  0°  and  760  mm.  weigh  32  grams.  O  =  16. 
To  express  32,  using  O  to  do  it,  we  must  write  O  twice.  Therefore  Oi 
is  the  formula  of  oxygen. 

22.4  liters  of  ozone  at  o**  and  760  mm.  weigh  48  grams.  To  ex- 
press 48  grams  we  must  write  O  three  times.  Therefore  Oa  is  the 
formula  for  ozone. 

The  rule  is  followed  rigorously  in  all  cases. 

Formula  of  Phosphorus.  A  vapor  density  determination  of  phos- 
phorus leads  by  this  same  reasoning  to  a  formula  weight,  124.  Then 
the  volume  occupied  by  a  symbol  weight  quantity  of  hydrogen, 
when  filled  with  phosphorus  vapor,  weighs  62.  We  should  conclude 
P  =  62.  But  a  determination  of  the  vapor  density  of  the  compound 
of  phosphorus  and  hydrogen  known  as  phosphine  gives  the  formula 
weight  34,  which  corresponds  to  one  of  the  ratios  from  analysis; 
P :  H  =  31  :  3.  This  causes  us  to  ^-rite  the  formula  PH3  for  phos- 
phine and  to  conclude  P  =  31.  We  cannot  hold  both  conclusions 
simultaneously,  but  we  do  not  hesitate  long.    Our  formula  volume 

*  For  details  as  to  this  method  for  solving  "  gas  problems  "  see  Appendix. 
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rule  has  proved  too  serviceable  to  alter,  and  so  we  apply  it  rigorously 
and  adopt  P  =  31;  whence  follows  that  the  formula  for  phosphorus 
vapor  is  P4.  Thus  we  abandon  entirely  the  first  tentative  plan  of 
making  symbol  weights  the  weights  of  equal  volumes,  and  put  our 
whole  reliance  on  the  plan  of  making  formula  weights  the  weights  of 
equal  volumes. 

Summary.  The  whole  method  may  be  sunmoiarized  in  concise 
form.  We  choose  our  formula  weights  such  that  they  conform  to 
two  distinct  definitions.  First,  the  formula  weight  is  the  sum  of  the 
symbol  weights  in  the  formula.  Second,  it  is  the  weight  in  grams  of 
22.4  liters  of  the  substance  as  a  gas  under  standard  conditions  of  tem- 
perature and  pressure.  Unless  both  definitions  are  satisfied  we  have 
not  got  the  formula  weight. 

We  have  also  obtained  a  new  and  useful  definition  for  symbol 
weight.  The  symbol  weight  of  an  element  is  the  least  munber  of 
grams  of  that  element  which  has  ever  been  foimd  in  22.4  liters  of  any 
pure  gas  imder  standard  conditions  of  temperature  and  pressure.* 

Hjrpothetical  Case.  Sometimes  one  does  not  follow  the  above 
reasoning  faithfully  but  unconsciously  skips  some  essential  step,  be- 
cause of  prior  knowledge  of  the  symbol  weights  sought.  It  is  there- 
fore well  to  try  appljdng  it  to  an  hypothetical  problem,  and  thus 
avoid  the  bias  due  to  knowing  the  answer. 

Suppose  we  find  that  hydrogen  unites  with  an  element  (a)  in  parts 
by  weight  represented  by  the  ratio  H  :  a  =  i  :  4.  Then  we  have  the 
possible  ratios  and  corresponding  formulae,  symbol  weights  and  for- 
mula weights: 


Symbol  weight 
of  a. 

Pormttla. 

Formula 
weight. 

1:4 

4 

Ha 

5 

2:8 

8 

H,a 

10 

3:  12 

la 

H,a 

IS 

4 :  16 

16 

H4a 

20 

etc. 

etc. 

etc*. 

etc. 

But  suppose  we  find  22.4  liters  of  the  compoimd,  as  a  gas  at  o^ 
and  760  mm.,  weigh  10  grams.    Then,  by  definition,  10  is  the  formula 

*  These  statements  are  not  strictly  correct.  The  gas  laws  do  not  formulate 
accurately  the  behavior  of  gases,  and  so  a  formula  weight  quantity  of  a  gas  as 
determined  by  analysis  is  not  exactly  22  400  cm'.  The  symbol  weights  we  adopt 
are  therefore  invariably  the  results  of  analysis.  The  deviation  is,  however,  never 
large  enough  to  cause  us  the  slightest  doubt  as  to  which  ratio  to  adopt. 
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weight.  This  fixes  on  the  second  ratio  and  its  consequences,  a  symlxd 
weight  of  8  for  a  and  the  formula  H2a. 

Second  Illustration.  The  elements  a  and  b  imite  to  form  a  com- 
pound containing  28.59  per  cent  a  and  71.41  per  cent  b.  0.35  gram 
of  this  compoimd  as  a  gas  at  iio^  C.  and  740  nmi.  pressure  occupied 
161. 3  cm'.  No  compound  is  known  containing  less  b  than  here 
present.  We  choose  to  base  our  system  on  a  and  have  set  its  symbol 
weight  equal  to  10.  What  is  the  symbol  weight  of  b  and  what  is  the 
formula  of  the  compoimd? 

The  first  ratio  we  can  consider  is  one  containing  a  symbol  weight 
of  a: 

28.59  :  71.41  =  10  :  X    and    x  =  24.9. 


Symbol  weight 
of  6. 

Ponnvla. 

Formula 
weight. 

a :  b^io:  24.9 
s  20  :  49 . 8 

-30-  74  7 
etc. 

24.9 

49  8 
74.7 
etc. 

ab 

a%b     • 
•     aib 
etc. 

34  9 
69.8 

104.7 

etc. 

Applying  the  gas  laws  we  have,  x  =  161.3  X  ^  X  -^  =  1119,  or 

760     383 

0.35  g.  of  the  compound  as  a  gas  at  standard  conditions  would  oc- 
cupy 1 1 1.9  cm'.    Then  22  400  cm'  under  the  same  conditions  would 

o  x^ 
weigh     '^^  X  22  400  =  70.03. 
111.9 

This  is  exceedingly  close  to  69.8,  and  we  therefore  select  that  ratio 
and  say,  the  symbol  weight  of  6  is  49.8,  and  the  formula  of  the  com- 
|X)und  is  ajb* 

We  have  developed  the  method  for  determining  the  symbol  weights 
of  the  elements,  and  the  formula  weights  of  elements  and  compounds, 
without  the  slightest  assistance  from  either  the  atomic  or  molecular 
theories. 

Change  from  H  »  i  to  O  =  16.  In  making  measurements,  it  is 
desirable  to  apply  the  measure  directly  to  the  thing  measured.    Hydro- 

*  Another  problem  may  be  desired  for  practice.  Analysis  of  a  compound 
gave  30  per  cent  a  to  70  per  cent  b.  0.25  g.  of  the  compound,  as  a  gas  at  273*  C. 
and  at  a  pressure  of  684  mm.,  occupied  136.9  cm*,  .\ssume  a  »  5  as  the  basis 
and  find  the  symbol  weight  of  b  and  the  formula  of  the  compound. 

Answer.  The  symbol  weight  of  6  is  35,  and  the  formula  of  the  compound  is 
ai6. 
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gen  does  not  unite  with  many  other  elements,  while  we  know  and  can 
analyze  oxygen  compoimds  of  almost  all  elements.  Therefore  oxygen 
is  a  better  standard  for  symbol  weights  than  hydrogen,  and  an  inter- 
national committee  has  finally  established  this  unit.  It  would  seem 
logical  to  place  the  symbol  weight  of  oxygen  at  one  or  one  hundred, 
but  this  would  give  a  series  of  values  wholly  different  from  those 
which  have  been  in  use  for  many  years,  based  on  H  =  i.  When 
H  =  I. GO,  O  =  15.88,  or  nearly  16.  Therefore,  if  we  adopt  O  =  16 
it  involves  only  minor  changes  in  our  values.  When  O  is  made  equal 
to  16.000  H  becomes  equal  to  1.008. 

Adopting  oxygen  as  our  unit  for  symbol  weights,  we  must  of  course, 
to  be  consistent,  use  this  as  the  standard  substance  in  determining  our 
formula  volume.  The  same  reasoning  which  led  us  to  measure  the 
volume  occupied  by  two  symbol  weights  of  hydrogen,  leads  us  to 
measure  the  volume  occupied  by  two  symbol  weights  of  oxygen;  that 
is,  the  volume  occupied  by  32  grams.  So  our  formula  volume  i^ 
obtained  by  dividing  32  by  the  weight  of  one  cm'  of  oxygen,  measured 
at  0°  C,  arid  under  a  pressure  of  760  mm.  This  is  equal  to  o.ooi  429  2 
gram.  The  division  gives  us,  of  course,  the  same  value,  nearly 
22  400  cm'. 

Table  of  Symbol  Weights.  As  the  result  of  much  work  and 
thought  we  have  the  table  of  elements,  symbols  and  symbol  weights, 
on  the  following  page.  An  international  committee  revises  this  table 
yearly. 

Empirical  Formulae.  The  case  often  arises  that,  accepting  the 
S3nnbol  weights  as  adopted  and  listed  in  the  table,  we  wish  to  con- 
struct the  formula  from  an  analysis  of  a  compound.  For  instance, 
we  find  that  a  certain  substance  contains  54.5  per  cent  carbon,  9 
per  cent  hydrogen,  and  36.5  per  cent  oxygen.  Grant  that  H  =  i, 
O  =  16,  and  C  =  12,  what  is  the  formula?  Divide  the  whole  ratio 
through  by  9  to  get  a  quantity  of  hydrogen  we  can  represent  by 
the  sjnnbol  H,  and  we  have:  C  :  H  :  O  =  6  :  i  :  4.  We  throw  away 
small  fractions  as  probably  due  to  errors  in  analysis.  This  ratio 
is  accurately  expressed  by  the  formula  CjHOj,  but  this  is  cumber- 
some, and  we  have  decided  not  to  admit  fractions  in  our  formulae. 
So  we  multiply  the  ratio  by  4  and  get  24  : 4  :  16.  TTiis  ratio  is 
expressed  by  C2H4O,  the  simplest  formula  we  can  construct  con- 
forming to  the  analysis.  We  call  this  the  empirical  formula  of  the 
compound,  indicating  by  the  word  empirical  that  the  formula  cor- 
responds to  the  first  part  of  the  definition,  and  that  it  may  or  may  not 
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lyfERNATIOXAL  SYMBOL  WEIGHTS,  ipij.* 


Ar^acr.to 
Oonwin 

Cilminuml 

OkM 


IHium  .   . 

I  ml  turn  — 

iiHlino 

Iruiium. 

Irtui 

Krvpttm 
Lanthanum 
I.oatl . .    •    • 


Lithium. . 
Lutiviuin 
MiiKiH^sium .  . 
MaiiKanosiv. 

Mor\ury 

NIolylHlrmim 


ovw»        St'Btiniil 


Al 

Sh 

A 

As 

Rt 

Bi 

B 

Br 

oa 

l^d 

O 

Co 

01 

C> 

Co 

Er 

Ru 

F 

Od 

Ga 

Gt 

GI 


Au 

He 

H 

In 

I 

Ir 

Fe 

Kr 

U 

Pb 

Li 

Lu 

Mg 

Mn 

Mo 


^7  I 

74  go 

M7  37 
x>S,o 

no 

112.40 
iSi  St 

40.07 

,     ti.oo 

140.25 

I    35  46 
$2  o 

5897 
05  5 
OJ  57 
162.  s 

167.7 
152.0 

19.0 

157-3 

69.9 

72.5 

9.1 
197.2 

3.99 
1.008 

114-8 
126.92 

193  I 
55  84 
82.9 

139.0 
207.10 

6.94 
174  o 

54-93 
200.6 
96.0 


Neodymium . . . 

Neon 

Nickel 

Niton  § 

Nitrogen 

Osmium 

Oxygen 

Palladium 

Phosphorus 

Platinum 

Potassium 

Praseodymium. . 

Radium 

Rhodium 

Rubidium 

Ruthenium 

Samarium 

Scandium 

Selenium 

Silicon 

Silver 

Sodium 

Strontium 

Sulphur 

Tantalum 

Tellurium 

Terbium 

Thallium 

Thorium 

Thulium 

Tin 

Titanium 

Tungsten 

Uranium 

Vanadium 

Xenon 

Ytterbium 
(Neoytterbium) 

Yttrium 

Zinc 

Zirconium 


Sym- 
bol. 


Nd 

Ne 

Ni 

Nt 

N 

Os 

O 

Pd 

P 

Pt 

K 

Pr 

Ra 

Rh 

Rb 

Ru  ; 

Sa    ; 

Sc 

Se 

Si 

Na 

Sr 

S 

Ta 

Te 

Tb 

Tl 

Th 

Tm 

Sn 

Ti 

W 

U 

V 

Xe 


Symbol 
weight. 


Yb 
Yt 
Zn 
Zt 


•  Jomn,  Am.  Ckem.  Soc.,  ss,  1642  (19"). 
t  Colambittm  -  njobinm  -  Nb. 
I  Oladiain  *  beryUioni  *  Be. 
f  NItot  •  nwliom  emAMtioo. 


144.3 
20.2 

58.68 
222.4 
1401 
190.9 

16.000 
106.7 
31  04 
105  2 
JO  10 
140  o 
2.:o.4 
10.:  Q 

85  45 
loi .  7 

150.4 

44  I 
79  2 

28.3 
107.88 

23  00 

87.63 

32.07 
181.5 

"75 
159  2 

204.0 

232.4 
168.5 

1190 

48.1 

184.0 

238.5 
51.0 

130.2 

172.0 
89.0 

65  37 
90.6 
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conform  to  the  second  part.    We  have  again  an  indefinite  series  of 
possibilities  which  we  may  tabulate: 


C:H;0 

Formula. 

Formttla 
weight. 

24  :  4  :  i6 

48  :  8  :  32 
72  :  12  :  48 
etc. 

C,H40 

C4HaO, 
CeHijO, 

etc. 

44 
88 

132 
etc. 

• 

But  a  vapor  density  determination  gives  as  a  result  that  22.4  liters 
of  this  substance  as  a  gas,  if  we  could  have  it  as  such  under  standard 
conditions  of  temperature  and  pressure,  would  weigh  88  grams.  By 
definition,  then,  the  formula  weight  of  the  substance  is  88,  and  the 
second  of  the  possibilities  is  the  one  to  adopt;  the  formula  of  the  sub- 
stance is  then  C4H8O2. 

We  obtain  the  empirical  formula  from  analysis,  but  we  cannot  say 
we  have  the  formula  unless  we  have  a  vapor  density  determination  as 
well.  Some  substances  cannot  be  converted  to  gases  at  temperatures 
within  convenient  reach  or  without  decomposition.  We  have  learned 
certain  regularities  regarding  the  behavior  of  solutions,  which  will  be 
taken  up  in  their  place,  which  help  us  out  of  many  such  difficulties. 

The  distinction  between  "formula*'  and  "empirical  formula"  must 
be  emphasized.  If  others  would  conform  to  the  usage  here  suggested 
there  could  never  be  any  misunderstanding.  Readers  will  recognize 
at  once  that  what  is  here  called  the  "formula,"  is  what  is  commonly 
called  the  "molecular  formula." 

Different  branches  of  science  find  it  convenient  to  establish  special 
units  particularly  well  adapted  to  the  piupose  of  the  science.  A 
judicious  selection  of  units  frequently  brings  out  relations  and  possi- 
bilities otherwise  quite  obscured.  In  no  case  is  this  more  true  than 
in  chemistry.  A  large  part  of  what  is  before  us  consists  in  bringing 
out  such  relations  between  the  units  of  chemistry,  the  symbol  and 
the  formula  weights,  and  other  properties. 

Having  thus  established  these  units  on  the  secure  foundation  of 
fact  with  no  admixture  of  theory,  we  shall  proceed  to  an  appreciative 
discussion  of  the  veterans  of  our  science,  the  atomic  and  molecular 
theories. 


CHAPTER  V 
THE  ATOMIC  AND  MOLECULAR  THEORIES 

HistoricaL  The  origin  of  the  atomic  theory  is  lost  in  antiquity 
and  its  history  can  easDy-be  made  a  history  of  the  development  of 
chemical  thought.  It  was  held  by  Leudppus,  500  B.C.,  and  by 
Aristotle,  384  B.C.  Robert  Boyle,  of  gas-law  fame,  used  it  freely  in 
the  middle  of  the  seventeenth  century,  calling  it  the  "  Phenidan 
Philosophy."  Sir  Isaac  Newton  appears  to  have  considered  every- 
thing as  consisting  of  small  discrete  particles  or  corpuscles,  even 
light.  In  his  famous  "  Queries  "  attached  to  his  "  Opticks,"  pub- 
lished in  1 701,  he  asks,  "  Have  not  the  small  particles  of  bodies  cer- 
tain powers,  virtues,  or  forces  by  which  they  act  at  a  distance  upon 
one  another  for  producing  a  great  part  of  the  phaenomena  of  nature?  " 

Continuity  and  Discontinuity.  Before  Dalton's  time  the  atomic 
theory  was  simply  a  statement  of  belief  that  matter  was  discon- 
tinuous. It  must  be  either  continuous  or  discontinuous.  If  con- 
tinuous it  must  be  infinitely  divisible,  and  this  is  inconceivable, 
as  was  said  in  Chapter  III.  If  discontinuous  we  should,  after  suffi- 
dent  subdivisions,  reach  a  particle  so  small  it  could  not  be  further 
subdivided,  whence  the  name,  atom,  meaning  the  indivisible  (17  tirofuk). 
This  last  particle,  then,  inanimate  as  it  is,  must  be  considered  as 
endowed  with  the  extraordinary  ability  to  "  wriggle  away  from  the 
approaching  knife."  This  is  about  as  inconceivable  as  the  other 
alternative. 

In  Favor  of  Discontinuity.  There  are,  in  fact,  two  ideas  here, 
and  the  mental  dissatisfaction  one  sometimes  feels  is  largely  due  to 
not  considering  them  separately.  The  first  question  is,  are  the  sub- 
stances we  study  granular  in  structure  or  continuous?  All  the  evi- 
dence supports  the  theory  that  they  are  granular  in  structure.  For 
instance,  a  gas  fills  homogeneously  any  space.  If  it  consists  of  dis- 
crete particles,  we  can  easily  form  a  mental  picture  of  these  becoming 
further  apart.  But  if  it  be  continuous,  it  is  hard  to  understand  how 
such  expansions  and  contractions  as  we  observe  in  the  case  of  gases 
can  occur.    It  is  hard  to  understand  how  expansions  or  contractions 
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of  any  substance  can  occur  with  changes  of  temperature  unless  the 
structure  is  granular. 

Ultimate  Constituents  Unknowable.  The  second  question  is, 
are  the  granules  themselves  granular  or  continuous?  If  we  con- 
clude they  are  granular  we  are  still  confronted  by  the  same  question: 
are  these  smaller  granules  in  turn  granular?  There  is  no  answer 
possible,  and  we  must  acknowledge  at  the  outset  that  we  know 
nothing  of  ultimate  constituents  any  more  than  of  absolute  measure- 
ments. The  only  trouble  with  the  concept  "atom"  is  the  name, 
which  invariably  leads  the  iminitiated  to  think  we  claim  to  know 
more  than  we  do  know,  or  possibly  can  know.  Particle,  corpuscle, 
granule,  almost  an3rthing  else,  noncommittal  as  to  what  lies  further 
back,  would  be  preferable  to  a  word  which,  every  time  it  is  used, 
asserts  a  belief  in  what  few  to-day  believe.  The  statement  that  our 
language  contains  much  fossil  science  is,  unfortunately,  true. 

Dalton's  Contributions.  Dalton  was  the  first  to  apply  the  gran- 
ular structure  idea  quantitatively  to  chemistry.  He  said  that  all 
atoms  of  one  substance  must  be  of  the  same  size,  shape,  and  weight, 
otherwise  we  could  devise  some  method  for  sifting  atoms  and  get 
coarse-grained  and  fine-grained  oxygen,  for  example,  as  we  can  get 
coarse-  and  fine-grained  sand.  If  the  grains  were  different,  other 
properties  would  be  different,  too,  but  all  samples  of  oxygen  ever  in- 
vestigated have  shown  the  same  group  of  properties.  Therefore  the 
size,  shape,  and  weight  of  all  oxygen  atoms  must  be  the  same.*  He 
added  that  atoms  of  different  substances  must  be  different  in  size  and 
weight,  and  that  atoms  must  have  space  between  them  else  matter 
would  be  continuous  and  then  it  would  be  infinitely  divisible. 

Atomic  Weight.  An  atom  must  have  weight,  and  this  must  be  a 
definite  quantity  for  any  given  substance.  We  have  never  isolated 
one  atom  and  weighed  it,  and  therefore  we  do  not  know  the  weight 
of  one  atom.  By  the  process  of  reasoning  developed  at  length  in  the 
last  chapter,  we  have  reached  a  set  of  relative  values  which  we  there 
called  symbol  weights.  In  the  light  of  the  atomic  theory,  these  may 
be  named  atomic  weights.  These  terms  are  then  synonjmious,  but 
sjnnbol  weight  is  preferable. 

*  It  must  be  stated,  parenthetically  at  least,  that  this  is  in  the  nature  of  an 
argument  in  a  circle,  for,  if  we  do  not  find  that  same  group  of  properties  we 
promptly  say  we  have  not  oxygen,  or  that  our  oxygen  is  impure.  For  some  inter- 
esting considerations  in  this  connection,  see  "Die  st5chiometrischen  Grundge- 
aetze  und  die  Atomtheorie,"  by  W.  Ostwald.  Zeitschr.  f.  phys.  Chem.y  69, 
506-sii  (1909)- 
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Usefulness  of  the  Theory.  There  can  be  no  two  (pinions  as  to 
the  nsefuhiess  of  the  atomic  theory.  Our  minds  are  so  constituted 
that  we  think  more  surely,  more  quickly,  if  we  visualize  what  we  are 
thinking  about.  While  atomic  weights  are  but  symbol  weights,  and 
these  but  ratios,  i.e.,  abstract,  and  while  we  can  think  in  these  abstract 
terms,  it  is  unquestionably  easier  to  construct  a  mental  picture  of 
little  balls  or  packages  of  the  different  elements  uniting  and  separat- 
ing in  different  reactions.  But  we  should  not  forget,  as  we  thus 
visualize,  the  hypothetical  nature  of  these  globules  bobbing  so  busfly 
about. 

Kekul^'s  Estimate.  A  saner  and  more  conservative  estimate  of 
the  reliability  and  utility  of  the  atomic  theory  was  in  vogue  fifty 
years  ago  than  fifteen  years  ago.  Writing  in  1867,  A.  Kekul6,  (1829- 
1896)  than  whom  no  one  ever  visualized  atoms  more  thoroughly  nor 
to  better  purpose,  and  who  originated  the  "benzene  ring,"*  expressed 
himself  in  a  way  we  could  hardly  improve  to-day.    He  said: 

I  have  no  hesitation  in  saying  that,  from  a  philosophical  point  of  view,  I  do 
not  believe  in  the  actual  existence  of  atoms,  taking  the  word  in  its  literal  signifi- 
cation of  indivisible  particles  of  matter  —  I  rather  expect  that  we  shall  some  day 
find  for  what  we  now  call  atoms  a  niathematico-mechanical  explanation,  which 
will  render  an  account  of  atomic  weight,  of  atomicity ,t  and  of  numerous  other 
properties  of  the  so-called  atoms.  As  a  chemist,  however,  I  regard  the  assumption 
of  atoms,  not  only  as  advisable,  but  as  absolutely  necessary  in  chemistry.  I  wiU 
even  go  further,  and  declare  my  belief  that  chemical  atoms  exist y  provided  the  term 
be  understood  to  denote  those  particles  of  matter  which  undergo  no  further  divisioa 
in  chemical  metamorphoses.  Should  the  progress  of  science  lead  to  a  theory  of 
the  constitution  of  chemical  atoms  —  important  as  such  knowledge  might  be  for 
the  general  philosophy  of  matter  —  it  would  make  but  little  alteration  in  chemistry 
itself.  The  chemical  atoms  will  alwa>'s  remain  the  chemical  unit;  and  for  the 
specially  chemical  considerations  we  may  always  start  from  the  constitution  of 
atoms,  and  avail  ourselves  of  the  simplified  expression  thus  obtained,  that  is  to 
say,  of  the  atomic  h>'pothesis.  We  may,  in  fact,  adopt  the  view  of  Dumas  and  of 
Faraday,  that  whether  matter  he  atomic  or  not^  this  much  is  certain^  that  granting 
it  to  he  atomic y  it  would  appear  as  it  now  does,  t 

The  First  Deduction  from  the  Theory.  The  atomic  theory 
serves  admirably  the  first  purpose  of  a  theory,  furnishing  us  with  a 
plausible  explanation  of  the  known  facts  comprised  in  the  laws  of 
definite  and  multiple  proportions.    If  the  elements  consist  of  atoms, 

^  Kekul6*s  own  description  of  how  the  idea  of  the  benzene  ring  first  came  to 
him  is  entertaining  reading.     5>ec  Berichte  d.  chem.  Ges.,  23,  1306  (1890). 
t  Atomidty  is  an  old  word  for  valence. 
X  "  The  Study  of  Chemical  Composition, "  by  Ida  Freund,  p.  624. 
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one,  two,  three,  or  more  atoms  of  one  thing  can  combine  with  one, 
two,  three,  or  more  atoms  of  another  to  form  diflferent  compoimds, 
and  fractions  of  atoms  will  not  appear.  Thus  the  proportions  by 
weight  in  which  substances  unite  must  be  definite,  or  else  whole 
mmiber  multiples  of  some  least  values.  This  of  course  is  simply 
a  statement  of  the  laws  of  definite  and  multiple  proportions.* 

Atomic  Theory  Delayed  Progress.  The  laws  and  the  theory 
exerted  a  profoimd  influence  as  soon  as  they  were  published  —  so 
great,  indeed,  that  the  law  of  mass  action  and  the  concept  of  equilib- 
rium, which  were  annoimced  a  few  years  earlier  by  Berthollet,  being 
thought  to  contradict  them,  were  literally  driven  into  oblivion,  not  to 
reappear  for  another  half  century,  when  they  were  resuscitated  by 
Guldberg  and  Waage.  The  atomic  theory  thus  actually  retarded  the 
progress  of  the  science  in  some  important  directions. 

Early  Difliculties.  In  the  early  attempts  to  determine  the  atomic 
weights,  many  difficulties  were  encountered  and  much  confusion  en- 
sued. It  is  worth  while  to  consider  briefly  the  natiu'e  of  some  of 
these  difficulties. 

Berzelius'  Analysis  of  Water.  J.  J.  Berzelius  (1779-1848)  passed 
hydrogen  over  red  hot  copper  oxide,  caught  the  water  formed,  and 
weighed  it.  In  one  experiment  he  collected  30.519  grams  of  water 
and  found  the  copper  oxide  had  lost  27.129  grams.  Therefore  the 
hydrogen  in  the  water  weighed  the  difference,  or  3.390  grams.  This 
gave  him  the  ratio  that  the  weight  of  hydrogen  is  to  the  weight  of 
oxygen  in  water  as  3.390  is  to  27.129,  or  as  i  is  to  8,  but  told  him 
nothing  as  to  how  many  hydrogen  atoms  united  with  how  many 
oxygen  atoms.  The  formula  for  water  might  be  H^Oy,  and  neither 
X  nor  y  is  determined  by  this  analysis. 

The  Oxides  of  Copper.  Again,  copper  imites  with  oxygen  in  two 
different  proportions,  to  form  the  black  oxide  and  the  red  oxide. 
BerzeUus  obtained  by  analysis  the  following  figures:  In  the  black 
oxide,  Cu  :  0  =  7.918  :  2,  and  in  the  red  oxide  Cu  :  0  =  7.918  :  i. 
Selecting  0  =  16  as  the  basis  we  have  the  following  ratios  and  possi- 
bilities: 

*  The  original  papers  and  extracts  from  textbooks  comprising  the  first  published 
statements  regarding  the  law  of  multiple  proportions,  and  the  atomic  theory  as 
applied  to  chemistry,  by  John  Dalton,  William  Hyde  Wollaston,  and  Thomas 
Thomson,  are  assembled  and  reprinted  in  convenient  form  in  Alembic  Club  Re- 
print, No.  2,  "Foundations  of  the  Atomic  Theory,''  a  little  pamphlet  of  48  pages. 
They  may  be  found  also  in  Ostwald's  "Klassiker  der  Ezakten  Wissenschaften," 
No.  3. 
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Atomic  wdffht 
ofCu. 

Formula. 

Cu  :  0  =   7.918  :  2 

63.34  :  16 
126.68  :  32 

Cu  :  0  a=  7.918  :  I 
126.68  :  16 
126.68  :  16 

63.34 
126.68 

63.34 
126.68 

CuO 
CuO, 

Cu,0 
CuO 

We  thus  have  the  pairs  of  formulae,  CuO  and  CU2O,  or  CuQi  and 
CuO,  and  cannot  tell  which  is  the  better. 

The  Oxides  of  Carbon.  The  two  oxides  of  carbon  furnish  an- 
other illustration.  The  weights  of  carbon  are  to  the  weights  of  oxy- 
gen in  these  two  compounds  as  3  :  8  and  as  3  :  4.  Let  O  =  16.  The 
ratios  become: 


Atomic  weight 
ofC. 

Pormnla. 

C:0  =  3  :8 
6  :  16 
12  :  32 

6 
12 

CO 
CO, 

C:0  =  3  :4 
12  :  16 

12  :  16 

6 

12 

CO 
CO 

Once  more  we  have  pairs  of  formulae,  CO  and  C2O,  or  CQi  and  CO 
and  have  no  reason  to  prefer  one  over  the  other. 

Substitution  Rule.  A  most  ingenious  attempt  to  come  to  a  defi- 
nite choice  was  made  by  Berzelius  with  his  substitution  rule.  He 
found  he  could  substitute  chlorine  for  hydrogen  in  methane  in  four 
steps,  and  concluded  from  this  there  must  be  four  atoms  of  hydrogen, 
no  more  and  no  less,  in  that  compound.    The  formula  then  is  CH4. 

Efforts  with  Faraday's  Law.  Faraday  discovered  that  when  an 
electrical  current  passes  through  a  series  of  solutions,  the  solutes  are 
decomposed  and  the  products  of  the  decomposition  arc  deposited  at 
the  electrodes  in  exactly  those  proportions  by  weight  in  which  they 
will  unite  chemically.  Such  quantities  arc  called  equivalent  weights, 
and  the  generalization  is  known  as  Faraday's  law.  EfiForts  to  utilize 
this  fact  to  select  atomic  weights  were  not  successful,  because  one 
and  the  same  substance  frequently  has  more  than  one  equivalent 
weight.    The  two  chlorides  of  o^per  gave  Cu  :  CI  =  63.5  :  3S.4S1 
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and  Cu  :  CI  =  31.75  :  35-45.  Adopt  35.45  as  the  value  for  CI;  what 
value  shall  we  ascribe  to  Cu?  We  may  say  Cu  =  31.75,  and  then  the 
formulae  become  CU2CI  and  CuCl,  or  we  may  say  Cu  =  63.5,  and 
then  the  formulae  become  CuCl  and  CuCk.  Nothing  in  these  experi- 
mental values  enables  us  to  choose  between  these  possibilities. 

More  than  enough  has  been  said  to  prove  how  impossible  it  is  to 
make  definite  selections  of  atomic  weights  on  the  basis  of  analyses 
alone,  and  the  atomic  theory  by  itself  is  an  imperfect  tool. 

Development  of  Molecular  Theory.  Although,  as  was  demon- 
strated in  the  last  chapter,  Gay-Lussac*s  law,  annoimced  shortly  be- 
fore Dalton's  atomic  theory,  contains  the  means  to  overcome  these 
diflSculties,  this  was  not  realized  until  about  fifty  years  later.  The 
early  attempts  to  utilize  this  law  were  held  to  be  failures. 

The  HjTpothesis  that  Equal  Volumes  Contain  Equal  Numbers 
of  Atoms.  The  simple  relationship  between  the  volumes  of  reacting 
gases,  taken  in  connection  with  the  theory  that  atoms  are  the  units 
which  unite  to  form  chemical  compounds,  immediately  suggested  the 
idea  that  equal  volumes  of  gases  contain  equal  numbers  of  atoms. 

Conflict  with  the  Atomic  Theory.  But  this  idea  was  appar- 
ently in  conflict  with  the  atomic  theory.  To  see  this  clearly  it  must 
be  borne  in  mind  that  the  molecular  theory  had  not  as  yet  been  sug- 
gested, and  that  it  was  as  customary  to  speak  of  atoms  of  witter,  or  of 
other  compounds,  as  it  was  to  speak  of  atoms  of  hydrogen  or  of  other 
elements.  Of  course  it  was  recognized  that  "atoms"  of  water  could 
be  split  into  atoms  of  hydrogen  and  of  oxygen  and  thus  the  signifi- 
cance of  the  word  atom  (indivisibility)  was  not  maintained,  even  by 
the  originators  of  the  theory.  Moreover,  the  word  molecule  was  used 
interchangeably  with  the  word  atom,  which  makes  it  not  easy  for  us 
to  follow  the  writings  of  that  time. 

Consider  the  case  of  hydrogen  and  chlorine  imiting  to  form  hydro- 
gen chloride,  as  it  naturally  enough  was  considered  at  the  time  Gay- 
Lussac  first  announced  his  law.  A  given  volume  of  hydrogen,  con- 
taining a  certain  number  of  atoms  of  hydrogen,  imites  with  chlorine 
to  form  a  volume  of  hydrogen  chloride  twice  that  of  the  original  hydro- 
gen. If  now  we  suppose  equal  volumes  of  gases  to  contain  equal 
•  numbers  of  atoms,  it  is  evident  that  we  have  twice  as  many  atoms  of 
hydrogen  chloride  as  we  had  atoms  of  hydrogen  to  begin  with.  But 
each  atom  of  hydrogen  chloride  must  necessarily  contain  some  hydro- 
gen, and  if  we  adopt  the  atomic  theory  it  cannot  be  less  than  one 
atom.    Evidently  there  were  not  enough  atoms  of  hyda)gen  to  go 
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round  and  so  it  must  be  a  mistake  to  assimie  that  equal  volumes  of 
gases  contain  the  same  number  of  atoms. 

Although  this  argument  appeared  to  be  flawless,  fortimatdy  for 
chemistry,  there  were  those  who  did  not  accept  it  as  final,  but  felt 
that  there  was  value  in  the  suggestion  that  equal  voliunes  of  gases 
contain  the  same  nimiber  of  atoms,  and  endeavored  to  modify  it  in 
such  a  way  that  it  should  not  contradict  the  assumptions  of  the 
atomic  theory. 

Moreover,  certain  other  facts  were  well  known  which  were  not  ex- 
plained by  the  atomic  theory;  for  instance,  that  hydrogen  and  oxygen 
could  be  mixed  and  would  remain  without  effect  upon  each  other  for 
an  indefinite  time  unless  raised  to  a  high  temperature,  and  yet,  when 
a  lighted  match  was  brought  in  contact  with  them,  would  react  with 
extreme  violence. 

Avogadro's  Theory.  Avogadro,  in  1811,  suggested  that  the  ulti- 
mate particles  of  a  substance,  as  such,  are  not  the  atoms,  but  rather 
groups  of  two  or  more  atoms.  According  to  this  theory,  if  we  con- 
tinue to  subdivide  a  portion  of  a  substance,  say  hydrogen,  we  shall 
eventually  reach  ultimate  particles  of  hydrogen  as  we  know  it,  but 
these  arc  not  atoms  and  are  capable  of  further  subdivision.  This 
further  subdivision,  if  carried  out,  results  in  the  loss  of  the  pr<^)erties 
of  the  original  substance  and  furnishes  atoms,  particles  with  proper- 
ties often  very  different  in  many  respects  from  the  substance  as  it 
ordinarily  exists. 

Definition  of  Molecule.  Molecule  is  the  name  we  give  to  the 
hypothetical  smallest  particle  of  matter  that  can  exist  by  itself  and 
retain  all  the  properties  of  the  original  substance. 

Definition  of  Atom.  Atom  is  the  name  we  give  to  the  hypothetical 
smallest  particle  of  matter  which  enters  into  chemical  combination.* 

He  also  advanced  what  is  generally  kno\Mi  as  "  Avogadro's  hypoth- 
esis" or  "Avogadro's  theory,"  namely,  the  plausible  suggestion  that 
equal  volumes  of  all  gases,  under  the  same  conditions  of  temperature 
and  pressure,  contain  the  same  number  of  molecules.  It  is  quite 
erroneous  to  call  this  a  law,  for  it  is  not  a  statement  of  known  facts. 

^  In  his  original  article:  ''Essai  d*une  manidre  de  determiner  les  masses  relative 
des  molecules  ^l^m^ntaires  des  corps,  et  Ics  proportions  selon  lesquelles  elles  entrent ' 
dans  les  combinaisons, "  Journal  de  Physique  par  DflamitherUy  73,  5^-76  (x8ii). 
Avogadro  called  what  we  call  atoms  "molecules  ^Mm^ntaire. " 

An  English  translation  of  his  article  is  contained  in  Alembic  Club  Reprint,  No.  4, 
and  a  German  translation  is  contained  in  Ostwald's  "  Klassiker  der  Exakten  Wiaseo- 
5chafteo,"  No.  8. 
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Difficulties  Removed.  These  additions  to  the  original  atomic 
theory  cleared  away  the  difficulties  which  appeared  so  insurmount- 
able at  first.  The  simplest  assiunption  is  that  each  hydrogen  mole- 
cule contains  two  atoms  and  each  chlorine  molecule  likewise  two 
atoms.  These  molecules  may  be  imagined  as  splitting  up  before  re- 
acting, and  then  reacting  in  such  a  way  that  one  atom  of  hydrogen 
combines  with  one  atom  of  chlorine  to  form  one  molecule  of  hydro- 
gen chloride.  Then  from  one  molecule  of  hydrogen  and  one  molecule 
of  chlorine  are  formed  two  molecules  of  hydrogen  chloride,  or  from 
one  liter  of  hydrogen  and  one  liter  of  chlorine  ^wo  liters  of  hydrogen 
chloride.  It  is  remarkable  that  such  a  simple  assiunption,  the  first 
one  would  naturally  try,  fits  in  with  the  facts  so  well.  No  process  in 
chemistry,  in  which  hydrogen  takes  part,  requires  us  to  assiune  a 
more  complicated  structure  for  its  molecule. 

These  additions  offer  also  a  plausible  explanation  of  the  fact  that 
hydrogen  and  oxygen  can  exist  together  without  interaction.  We  can 
say  that  in  molecules  of  these  substances  the  atoms  are  held  together 
and  thus  prevented  from  interacting.  But  when  heat  breaks  up  some 
of  these  molecules,  the  atoms  interact  eagerly  and  the  heat  of  their 
reaction  disintegrates  the  rest.    So  the  reaction  is  soon  complete. 

Determination  of  Molecular  Weights.  This  hypothetical  par- 
ticle called  a  molecule  then  contains  all  the  constituent  elements  of 
the  original  compound,  and  in  the  fixed  proportions  by  weight  which 
are  characteristic  of  the  compound.  It  is  represented  by  the  formula, 
and,  having  adopted  the  rule  that  each  symbol  stands  for  a  symbol 
weight  in  grams,  the  formula  stands  for  one  molecular  weight  in 
grams.  The  molecular  weight  is  the  same  quantity  which  we  have 
already  named  the  formula  weight.  The  determination  of  molecular 
weights  is  then  the  determination  of  formula  weights  as  described  in 
the  last  chapter.* 

Formula  weight  and  molecular  weight  are  synonymous  terms,  with 
the  sole  distinction  that  the  former  does  not  involve  theory  while  the 
latter  does,  but  is,  perhaps,  easier  to  deal  with  mentally.  No  prefer- 
ence need  be  given  to  one  term  over  the  other,  if  we  fully  realize  the 
place  and  the  limitations  of  theories  in  science. 

*  Descriptions  of  the  standard  vapor  density  methods  will  be  given  in  Chapter  XI. 
It  b  not  desirable  to  interrupt  our  discussion  of  the  great  fundamental  facts  and 
ideas  to  deal  with  detaib.  It  will  suffice  for  the  present  to  remind  the  reader  of 
what  has  been  said:  We  have  only  to  determine  experimentally  the  weight,  volume, 
temperature,  and  pressure  of  a  sample  of  the  gas,  and  from  these  calculate  the 
weight  in  grams  of  22.4  liters  and  the  answer  is  the  formula,  i,e,,  molecular,  weight 
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Space  between  Molecules.  The  idea  sometimes  occurs  to  stu- 
dents that  if  equal  voliunes  of  all  gases  are  supposed  to  contain 
the  same  munber  of  molecules,  a  molecule  of  hydrogen  must  be 
imagined  as  of  the  same  size  as  that  of  oxygen  for  instance.  This  is 
not  a  necessary  corollary,  for  a  gas  must  be  imagined  as  consisting  of 
molecules,  and  also  of  space  between  them.  How  much  of  the  total 
volume  occupied  by  a  gas  is  to  be  considered  as  space  between  mole- 
cules, and  how  much  as  occupied  by  the  molecules,  will  be  considered 
with  van  der  Waals'  equation. 

^^Monatomic"  Gases.  Because  we  find  it  necessary  to  assume 
two  atoms  to  the  molecule  in  hydrogen  and  many  other  gases,  is  not 
sufficient  reason  to  assume  the  same  structure  for  all.  Systematic  ap- 
plication of  our  rules  for  selecting  atomic  or  symbol,  and  molecular  or 
formula,  weights  led  us  to  adopt  P4  as  the  formula  for  phosphorus 
vapor.  Rigorous  application  of  the  rules  leads  us  to  adopt  the  same 
numerical  value  for  the  symbol  weight  and  formula  weight  of  gaseous 
mercury,  sodium,  and  other  metals  with  boiling  points  low  enough 
for  us  to  make  vapor  density  determinations  upon  them.  We  call 
these  gases  '^monatomic.''  Other  reasoning  corroborates  these  con- 
clusions and  leads  us  to  consider  argon,  heliiun,  and  the  other  rare 
elements  in  the  atmosphere  as  "monatomic"  gases.  This  somewhat 
elaborate  reasoning  will  also  be  taken  up  later. 

Molecular  Weights  of  Liquids  and  Solids.  The  molecular  and 
atomic  theories  originated  from,  and  are  based  primarily  upon,  the 
behavior  of  gases,  but  we  have  extended  them  and  applied  them  to 
all  substances,  liquid,  solid  and  dissolved.  Regularities  in  the  be- 
havior of  solutions,  strikingly  similar  to  the  behavior  of  gases,  have 
enabled  us  to  apply  the  same  methods  to  determining  the  formula 
(molecular)  weights  of  dissolved  substances;  but  what  the  molecular 
weight  of  a  pure  liquid  or  solid  may  be  is  another  question.  If  there 
are  molecules  of  liquid  water  reachable  by  a  process  of  subdivision, 
and  there  doubtless  are,  for  all  evidence  is  in  favor  of  a  granular 
structure,  we  know  they  must  contain  hydrogen  and  oxygen  in  parts 
by  weight  as  i  ;  8,  but  the  correct  formula  may  be  H2O,  H4Q1,  H^, 
or,  in  short,  (HsO)«.  By  a  process  of  reasoning  we  shall  take  up 
presently,  we  are  led  to  believe  that  the  formula  is  probably  not  a 
higher  multiple  than  (H20)|. 

Dulong  and  Petit's  Law.  An  interesting  regularity  in  the  prop- 
erties of  solids  has  given  us  a  rule  of  the  same  nature  as  our  rule  for 
sdecting  formula  weights.    P.  L.  Dulong  (1785-1838)  and  A.  T, 
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Petit  (1791-1820),  in  1819,  observed  that  one  of  the  atomic  weights 
in  each  series  of  possibilities  from  analysis,  multiplied  by  the  specific 
heat  of  the  element  in  the  solid  state,  gave  a  quotient  between  5.8 
and  6.6  in  most  cases.  This  is  a  statement  of  fact  and  may  therefore 
be  called  a  law,  but  we  may  also  consider  it  as  a  rule  for  selecting 
symbol  weights,  and  so  bring  out  the  analogy  between  it  and  our  rule 
for  selecting  formula  weights. 

Application  to  Selecting  Symbol  Weights.  The  method  of  apply- 
ing it  to  the  selection  of  symbol  weights  is  obvious.  For  example, 
suppose  we  find  as  the  result  of  analysis  of  ferric  chloride  that 
Fe  :  CI  =  34.43  '  65.57.  Assume  we  have  selected  35.45  as  the 
symbol  weight  of  chlorine  and  wish  to  select  a  symbol  weight  for 
iron.    We  determine  the  specific  heat  of  iron  and  find  it  is  0.105.* 

We  have: 


Pc  :  01. 

Atomic  weight 
Pc. 

Atomic  weight 

times  specmc 

heat. 

18.62  :  35-45 
37.24  :  70.9 
55.85  :  106.35 

74.47  :  141.8 

18.62 
37.24 
55.85 
74.47 

1.96 

3.91 
5.86 

7.82 

The  third  ratio  comes  much  nearer  to  fulfilling  the  requirements  than 
any  other,  and  therefore  we  adopt  55.85  as  the  atomic  weight  of  iron. 

Atomic  Heat.  Since  specific  heat  means  the  heat  required  to 
raise  one  gram  one  degree  centigrade,  this  value  multiplied  by  the 
atomic  weight  is  the  amoimt  of  heat  required  to  raise  one  atomic 
weight  in  grams  one  degree.  This  is  called  the  atomic  heat,  and  we 
may  say  that  the  atomic  heats  of  all  solid  elements  are  the  same, 
approximately  6.4. 

Exceptions.  The  approximation  is  rather  rough  and  there  are  a 
good  many  important  exceptions.  The  following  table  contains  some 
of  these: 

Element S         P        O        Si       Gl        B         H        C 

Atomic  heat 5.4      5.4      4.0      3.8      3.7      2.7      2.3      1.8 

The  rule  applies  best  to  elements  with  atomic  weights  above  30. 
At  high  temperatures  these  exceptions  become  less  marked;  for  in- 

*  Specific  heats  are  different  at  different  temperatures.  According  to  Lorenz 
the  specific  heats  of  cast  iron  are:  at  o®,  0.1050;  at  50®,  0.1107;  at  75®,  0.1136. 
Other  observers  have  recorded  results  as  low  as  0.0890  and  as  high  as  0.3243,  the 
latter  value  holding  at  700^. 
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Stance,  the  specific  heat  of  graphite  at  977^  is  0.4670,  which  makes 
the  atomic  heat  of  carbon  5.6  instead  of  1.8.  On  the  other  hand,  if 
we  use  specific  heats  determined  at  low  temperatures,  more  exceptions 
must  be  added  to  the  above  list. 

Neumann's  Extension.  F.  £.  Neumann,  in  1831,  and  J.  P.  Joule 
(1818-1889),  in  1844,  extended  the  application  of  Dulong  and  Petit's 
law.  They  observed  that  it  is  possible  to  say  the  heat  capacity  of  a 
solid  compound  is  the  siun  of  the  heat  capacities  of  the  atoms  in  the 
compound.  By  molecular  heat  we  mean,  as  the  term  implies,  the 
amount  of  heat  required  to  raise  a  molecular  weight  in  grams  of 
the  compound  one  degree.  Then  the  molecular  heat  equals  the 
specific  heat  times  the  molecular  weight.  The  following  is  an  illus- 
tration of  the  way  in  which  we  apply  Neumann's  extension  of  Dulong 
and  Petit's  law. 

The  molecular  heat  of  calciiun  carbonate,  CaCOs,  is  the  sum  of  the 
atomic  heats.  It  is  then  6.4  +  1.8  +  3  X  4  =  20.2.  We  find  by 
actual  experiment  that  the  specific  heat  of  solid  calciimi  carbonate  is 
0.203.*  The  molecular  or  formula  weight  of  the  compound  is  the  sum 
of  the  symbol  weights,  or  40  +  12  +  3  X  16  =  100.  The  molecular 
heat  is  obtained  by  multiplying  the  specific  heat  by  the  molecular 
weight,  or  100  X  0.203  =  20.3.  The  close  correspondence  between 
these  values  depends  on  the  specific  heat  chosen,  but  the  extension  is 
justified. 

Application  of  the  Extension.  Assume  that  we  have  decided  to 
call  the  atomic  weight  of  chlorine  equal  to  35.45.  Analysis  of  mer- 
curic chloride  gives  us  Hg  :  CI  =  100  :  35.45.  We  find  the  specific 
heat  of  the  solid  is  0.069.    We  have  then: 


Atomic 

PormnU. 

Pormtila 
weight. 

Molecular  hwt. 

Pormnla 
weight  times 
spedfic  heat. 

6.4  times  •«». 
berofatooM. 

xoo  :35  45 
200  :  70.9 
300  :  106.3s 

100 
200 
300 

HgCl 

HgCl, 

HgCl, 

135-45 
270.9 

406.3s 

9  35 
18.69 

28.04 

12.8 
19.2 
25.6 

The  molecular  heats  in  the  second  line  agree  more  closely  than 
those  in  the  other  lines,  therefore  we  choose  200  as  the  atomic  weig|it 
of  mercury. 

^  Other  specific  heats  have  been  observed,  as  low  as  0.1877  and  as  high  as  aaJCH. 
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The  Method  not  Applicable  to  Molecular  Weights.  The  method 
is  of  no  service  in  the  selection  of  molecuiax  weights,  for  the  corre- 
spondence developed  in  the  ratio  we  chose  is  maintained,  no  matter 
by  what  number  we  mult^)ly  the  whole  formula.  If  we  double  it 
and  write  H^CU,  this  doubles  the  molecular  weight,  and  also  the 
molecular  heat.  But  the  number  of  atoms  in  the  formula  is  doubled 
likewise  and  so  the  molecular  heat  calculated  by  the  rule  is  doubled. 
The  formula  might  be  (HgCl2)«  for  all  the  rule  can  tell  us. 

Dulong  and  Petit's  law  is  worth  remembering.  Suppose  we  wish 
to  know  the  specific  heat  of  lead.  Specific  heat  tables  may  not  be  at 
hand,  but  symbol  weight  tables  are  practically  always  within  reach. 
The  symbol  weight  of  lead  is  206.9.    Therefore  its  specific  heat  must 

be  approximately—-^  =  0.031. 

That  the  symbol  weights  indicated  by  this  rule  are  the  same  as 
those  indicated  by  the  formula  weight  rule  shows  there  is  some  imder- 
lying  regularity  which  we  do  not  comprehend.  Adopting  the  atomic 
theory  does  not  lead  to  any  better  understanding  of  what  it  is.  We 
may  say,  a  given  quantity  of  heat  will  raise  one  atom  of  any  solid 
element  through  the  same  temperature  interval;  but  why  the  heat 
capacity  of  one  atom  should  be  the  same  for  all  elements  quite  passes 
our  comprehension. 

Much  more  might  be  said  regarding  the  methods  which  have  been 
used  in  determining  and  selecting  atomic  or  symbol  weights.  As  a 
matter  of  fact,  we  take  into  consideration  everything  we  know  about 
an  element  and  all  its  compounds  before  we  assign  these  values. 

Summary.  We  have  assumed,  as  a  plausible  explanation  of  the 
facts  stated  by  the  law  of  definite  and  multiple  proportions,  that  sub- 
stances consist  of  atoms,  packages  of  substance  which  are  not  split 
into  smaller  packages  by  any  known  chemical  process. 

We  have  assumed,  as  a  plausible  explanation  of  the  facts  stated 
by  the  law  of  combining  volumes,  that  substances  consist  of  mole- 
cules, usually  groups  of  atoms,  and  that  equal  volumes  of  all  gases 
under  the  same  conditions  of  temperature  and  pressiu'e  contain  the 
same  nmnber  of  molecules.  This  is  pure  theory,  but  so  far  we  have 
found  no  facts  not  in  harmony  with  it.  On  the  contrary,  it  furnishes 
us  with  the  most  plausible  explanation  we  have  of  many  facts.  We 
shall,  therefore,  now  adopt  these  theories  as  statements  of  well- 
grounded  beliefs,  and  utilize  them  to  the  full  until  such  time  as  new 
facts  require  us  to  alter  or  abandon  them. 


CHAPTER  VI 
CHEiaCAL  ENERGY*  AFFINITY,  AND  VALENCE 

Definition  of  Chemical  Energy.  There  is  a  force  which  causes 
substances  to  combine  and  which  holds  them  together,  more  or  less 
firmly,  in  compounds.  We  call  this  chemical  energy,  and  all  chemical 
reactions  are  manifestations  of  it.  An  understanding  of  this,  and  the 
formulation  of  its  modes  of  action  as  a  mathematical  expression, 
something  as  Newton  formulated  the  attraction  of  gravitation,  are 
the  main  ends  of  the  science  of  chemistry.  No  matter  what  particu- 
lar process  we  happen  to  be  studying,  we  are  in  fact  all  the  time  try- 
ing, directly  or  indirectly,  to  reach  these  ends.  The  term  ''chemical 
energy*'  covers  then  the  central  and  ever-present  problem.  We 
have  made  some  progress,  but  are  still  far  from  our  goal,  in  spite  of 
earnest  efforts  extending  over  hundreds  of  years.  The  isolated  facts 
and  processes  we  have  studied  and  recorded  are  almost  countless,  the 
generalizations  we  have  secured  covering  special  aspects  of  the  prob- 
lem are  fairly  mmierous,  but  the  single  simple  formulation  is  lacking 
and  the  science  is  still  waiting  for  its  Newton. 

We  can  hardly  form  a  just  estimate  of  the  pre3ent  state  of  our 
knowledge  regarding  chemical  energy  without  a  little  of  the  historic 
perspective.  For  this  reason  there  follows  an  exceedingly  brief 
sketch,  touching  only  a  few  of  the  most  noteworthy  efforts,  dis- 
coveries, and  ideas.  The  occasion  is  taken  also  to  review  certain 
definitions  doubtless  familiar  from  previous  courses.* 

^  The  histories  of  our  science  make  much  more  interesting  and  profitable  read- 
ing than  one  unacquainted  with  them  supposes.  The  student  is  urged  to  consult 
some  of  the  following  books  and  to  add  to  the  mere  outline  in  this  text. 

"A  History  of  Chemistry,"  by  Ernst  von  Meyer,  translated  by  George  Mc- 
Gowan,  1906,  691  pp.;  "A  History  of  Chemical  Theories  and  Laws,"  by  M.  M. 
Pattison  Muir,  igog,  567  pp.;  "The  Study  of  Chemical  Composition,"  by  Ida 
Freund,  1904.  650  pp.;  "Lectures  on  the  History  of  the  Development  of  Chemistry 
Since  the  Time  of  Lavoisier,"  by  A.  Ladenburg,  translated  by  Leonard  Dobbin, 
1900,  373  pp.;  "Der  Werdegang  einer  Wissenschaft, "  by  W.  Ostwald,  1908, 
316  pp.;  "Essays  in  Historical  Chembtry,"  by  T.  E.  Thorpe,  1902,  582  pp.  The 
authority  more  cited  than  all  others  is,  "Geschichte  der  Chemie,"  by  Hermann 
Kopp,  4  volumes,  1843-1847. 
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ParjEtUels  with  Human  Affections.  The  speculations  of  the 
Greek  philosophers  and  the  alchemists  are  both  interesting  and 
amusing,  but  they  furnished  nothing  of  practical  value.  They  drew 
parallels  between  the  chemical  behavior  of  substances  and  the  human 
affections,  —  amity  existed  between  some,  enmity  between  others,  — 
but  such  imagery  serves  no  useful  purpose  unless  to  lend  a  touch  of  hu- 
mor.    Robert  Boyle  led  the  reaction  against  these  senseless  allegories.* 

Sir  Isaac  Newton  (1642-1727)  tried  to  find  an  analogue  to  the  force 
causing  chemical  combination  in  gravitation  and  in  electrical  attrac- 
tion and,  failing,  considered  it  a  force  sui  generis,  a  conclusion  which 
holds  to-day. 

AflEUiity  Tables.  It  was  known  from  the  earliest  times  that  there 
is  a  great  difference  in  the  eagerness  with  which  different  substances 
combine,  and  also  that  there  are  many  instances  where  one  substance 
is  able  to  drive  out  another  from  a  compound  and  take  its  place. 
On  the  basis  of  these  facts  Geofifroy  f  (1672-1731),  in  1718,  drew  up 
the  first  tables  of  which  we  have  record,  endeavoring  to  arrange  sub- 
stances in  the  order  of  their  chemical  aflSnity.  His  fundamental  idea 
was  that  substances  could  be  arranged  in  one,  two,  three  order,  and 
that  we  could  say  there  was  a  stronger  attraction  between  number 
one  and  number  fifty,  for  instance,  than  between  number  one  and 
nimiber  forty-nine;  also  that  if  we  have  a  compound  of  number  ten 
and  number  forty  and  bring  number  nine  in  contact  with  it,  niunber 
nine  will  drive  out  number  ten  and  take  its  place,  or  number  forty- 
one  will  drive  out,  and  substitute  for,  jiumber  forty.  Unfortunately, 
this  and  all  similar  tables  are  so  full  of  exceptions  they  are  not  of 

*  Subjective  and  objective  measures  cannot  be  interchanged.  In  those 
days  numerical  results  were  few  and  unfamiliar.  Ideas  and  emotions  on  the  other 
hand  had  been  the  subject  of  much  study.  It  was  but  natural  that  analogies 
based  on  the  better  known  should  have  been  tried  on  the  less  well  known,  that 
the  measures  peculiar  to  the  subjective  world  should  have  been  applied  to  the 
objective  world.  To-day  we  have  such  an  abundance  of  numerical  results  that 
our  knowledge  of  the  objective  world  exceeds  our  knowledge  of  the  subjective, 
or  we  think  it  does.  It  is  therefore  natural  that  we  should  try  to  apply  our  objec- 
tive numerical  results  to  the  subjective  side.  But  they  do  not  fit;  they  cannot 
fit.  Objective  measures  cannot  be  applied  to  the  subjective  world  any  more 
than  subjective  measures  can  be  applied  to  the  objective  world.  A  hundred  years 
from  now  our  efforts  to  apply  "natural  laws"  to  the  "spiritual  world"  may  appear 
as  grotesque  as  the  efforts  of  the  alchemists  to  apply  "spiritual  laws"  to  the 
"natural  world"  appear  to  us. 

t  "Table  des  differents  rapports  observes  en  Chimie  entre  diff^rentes  Sub- 
stances," E.  F.  Geoffroy  (rain6),  Afemoires  de  VAcad.  des  Sciences ,  1718  and  1720. 
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Influence  of  External  Conditions.  At  about  the  same  time, 
T.  0.  Bergmann*  (1735-1784)  made  efforts  to  measure,  not  merely 
the  total  attraction  existing  between  two  substances,  but  also  how 
much  of  the  total  was  to  be  attributed  to  each.  As  we  are  even  now 
imable  to  so  divide  the  total  manifestation  of  chemical  energy,  it  is 
needless  to  say  he  was  unsuccessful.  He  contributed  much  to  the 
subject,  however,  by  calling  attention  to  the  great  influence  of  ex- 
ternal conditions,  which  sometimes  exactly  reverse  the  effects.  By 
external  conditions  we  mean  the  temperature  of  the  system,  and  the 
pressure  under  which  it  is.  He  also  noted  the  marked  difference  in 
"reactivity,"  depending  on  whether  the  substances  be  brought  to- 
gether as  gases,  liquids,  or  solids,  or  in  solution.  Chemical  energy 
must  be  inherent  in  the  natures  of  substances,  but  also  is  very  evi- 
dently affected  to  a  marked  degree  by  their  condition  of  aggregation. 
Bergmann,  like  his  contemporary,  Wenzel,  and  predecessors,  Boer- 
haave  and  Geoffroy,  endeavored  to  summarize  his  results  in  "  aflinity " 
tables,  but  these  cannot  be  said  to  have  much  present  value.f 

The  Law  of  Mass  Action.  The  next  advance  was  made  by  C.  L. 
Berthollet  (1748-1822)  in  i8oi.|  He  described  his  experiments  and 
developed  his  views  in  his  "Essai  de  Statique  Chimique,"  published 
in  1803,  one  of  the  epoch-making  books  of  our  science.  In  this  he 
clearly  stated  what  we  now  call  the  law  of  mass  action;  f.«.,  that  the 
velocity  of  a  chemical  reaction  is  proportional  to  the  quantities  pres- 
ent in  condition  to  react. 

Chemical  Equilibrium.  He  gave  us  our  idea  of  chemical  equilib- 
rium, that  it  is  not  a  condition  of  rest  but  one  in  which  the  velocity 
of  reaction  in  one  direction  k  equal  to  the  velocity  in  the  opposite 
direction.  He  showed  that  we  could  force  a  reaction  to  proceed  to 
practical  completion  by  removing  one  of  the  products,  either  by 
causing  it  to  go  off  as  a  gas  or  to  fall  out  as  a  precipitate,  thereby  uf>- 
setting  the  equilibrium.  He  explained  that  phosphoric  acid  displaced 
sulphuric  acid  from  its  compounds  at  temperatures  above  338®  be- 

*  Upsala  Transactions,  Vol.  Ill,  1775.  Also  "A  Dissertation  on  Elective 
Attractions."    Translation,  London,  1785. 

t  Most  of  the  data  of  this  sort  have  been  assembled  in  a  book  called, "  Researches 
on  the  Affinities  of  the  Elements  and  on  the  Causes  of  the  Chemical  Similarity  or 
Dissimilarity  of  Elements  and  Compounds,"  by  GeofiFroy  Martin,  London,  1905. 
This  book  contains  some  remarkable  ideas  about  ''affinity  surfaces." 

t  "Recherches  sur  les  lois  de  Taffinit^,  par  le  citoyen  Berthollet,"  Mem.  de 
ITnstitut  National  des  Sciences  et  Arts.  Sciences  Mathtoatiques  et  Physiques, 
Tome  troisitoe,  Paris,  Prairial  An  IX,  pp.  i,  207,  229. 
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cause  at  that  temperature  sulphuric  acid  boils  off,  while  phosphoric 
acid  does  not. 

Strength  of  Acids.  He  described  one  of  the  methods  we  now 
employ  to  compare  the  strengths  of  acids,  stating  that  if  two  adds 
compete  for  not  enough  of  one  base,  the  stronger  acid  will  get  a 
greater  quantity  than  the  other,  and  the  base  will  divide  itself  between 
the  acids,  in  proportion  to  their  strengths.  He  could  not,  however, 
think  of  a  way  to  determine  this  distribution  analytically. 

His  ideas  outran  his  experimental  ability  and  he  was  far  ahead  of 
his  times.  Methods  have  been  devised,  one  after  the  other,  at  inter- 
vals of  from  lo  to  50  years,  and  his  ideas  have  been  adopted,  one  after 
the  other,  as  the  guiding  principles  of  "modem"  chemistry.  Ber- 
thoUet  b  one  of  the  greatest  names  in  our  science. 

Unfortunately  he  made  one  mistake.  Believing  hb  own  ideas  to  be 
incompatible  with  the  law  of  constant  proportions  by  weight,  he  at- 
tacked the  latter,  waged  a  long  and  bitter  polemic  with  his  country- 
man, J.  L.  Proust  (1755-1826),  and  naturally  was  worsted.  His 
defeat  here  resulted  in  his  ovm  true  ideas  falling  into  disrepute.  It 
was  a  full  fifty  years  before  the  work  of  Guldberg  and  Waage  cleared 
up  the  misunderstanding  and  demonstrated  that  in  reality  there  was 
no  contradiction  between  the  law  of  mass  action  and  the  law  of  con- 
stant proportions  by  weight. 

Equivalence.  J.  B.  Richter  (1762-1807)  published  two  books, 
"Anfangsgriinde  der  Stochyometrie  oder  Messkunst  chymischer 
Elemente,"  and  "Ueber  die  neum  Gegenstiinde  der  Chemie,"  in  the 
years  1791  to  1802,  in  which  he  gave  the  results  of  his  experiments 
upon  the  amounts  of  different  acids  exactly  neutralized  by  a  given 
amount  of  a  base,  and  the  amounts  of  different  bases  exactly  neutral- 
ized by  a  given  amount  of  an  acid.  This  marked  the  first  appear- 
ance of  the  idea  that  the  power  for  chemical  combination  possessed 
by  a  definite  quantity  of  one  substance  could  be  exactly  satisfied  by 
the  power  for  chemical  combination  possessed  by  a  definite  amount 
of  another  substance;  in  other  words,  that  definite  quantities  could  be 
considered  as  equivalent  to  each  other  chemically.  This  is,  of  course, 
the  underlying  idea  in  the  laws  of  definite  and  multiple  proportions 
which  Dalton  announced  ten  years  later. 

Maximum  Work.  In  his  ''Grundziigen  eines  thermochemischen 
S>'stems,*'  published  in  1854,  Julius  Thomsen  (1826-1909)  endeavored 
to  find  the  desired  measure  of  chemical  energy  in  the  heats  of  re- 
actions.   These  are  measures,  surely,  but  not  what  we  want.    We 


CHEMICAL  ENERGY,   AFFINITY,   AND  VALENCE  73 

want  a  measure  such  that  we  shall  be  able  from  it  to  foretell  whether 
a  reaction  will  proceed  or  not,  and  in  which  direction.  Thirteen  years 
later  P.  E.  M.  Berthelot  (1827-1907)  had  developed  Thomsen*s  idea 
into  what  is  known  as  the  "principle  of  maximum  work."  Accord- 
ing to  this,  a  chemical  reaction  proceeds  in  such  a  way  as  to  evolve 
the  maximum  heat.  For  instance,  if  A  and  B  give  the  compoimd 
AB  with  the  evolution  of  1000  calories,  while  A  and  C  form  the  com- 
poimd AC  with  the  evolution  of  500  calories,  then,  if  we  have  A,  B, 
and  C  all  together,  A  and  B  will  luiite  to  the  exclusion  of  C.  In  this 
form  there  are  many  exceptions  to  this  principle.  All  reversible  re- 
actions are  obviously  exceptions.  All  reactions  would  have  to  go  to 
completion,  and  we  know  they  go  only  to  conditions  of  equilibrium. 
No  reaction  could  possibly  take  place  if  it  were  accompanied  by  an 
absorption  of  heat,  and  yet  we  know  many  endothermic  reactions. 
Le  Chatelier  and  van't  HoflF  have  altered  this  principle  to  a  form 
which  holds.    Their  law  will  be  discussed  in  detail  in  later  chapters. 

Electrical  Analogy.  Some  notable  efforts  were  made  to  estab- 
lish analogies  between  chemical  energy  and  other  better  formulated 
energies. 

Definite  quantities  of  substances  appear  to  attract  each  other, 
combine,  and  then  cease  to  attract  other  substances.  The  power 
for  combination  is  capable  of  being  satisfied.  Two  bodies  charged 
with  electricity  of  opposite  signs,  as  we  call  it,  attract  each  other, 
and  if  they  come  in  contact  neutralize  each  other,  or,  if  not  in  elec- 
trical contact,  hold  each  other  in  such  a  way  that  they  do  not  attract 
other  bodies.  May  we  then  consider  chemical  energy  as  essentially 
the  same  as  electrical? 

Dualistic  System.  Berzelius  constructed  his  dualistic  system  upon 
this  electrical  analogy.  No  matter  how  complex  a  compound,  he 
considered  it  as  essentially  of  two  parts,  one  positive  and  the  other 
negative,  and  wrote  his  formulae  accordingly.  For  instance,  calcium 
sulphate,  which  we  now  write  CaSO^,  he  wrote  CaO  •  SO3.  The  oxide 
of  the  metal  was  the  positive  half  and  the  sulphuric  acid  radical 
was  the  negative  half.  This  theory  led  to  the  construction  of  tables 
in  which  elements  were  placed  in  the  order  of  their  supposed  electrical 
potentials:  the  most  positive  at  one  end,  —  these  were  the  metals  and 
hydrogen;  the  most  negative  at  the  other  end,  — these  were  all  acid- 
forming  elements.  There  is  value  in  this  idea  and  we  are  all  familiar 
with  "electrochemical  series"  of  the  elements. 

But  it  was  quickly  recognized  that  the  position  of  an  element  in 
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the  table  by  no  means  tells  the  whole  story.  Whereas,  according  to 
the  theory,  the  elements  furthest  apart  should  imite  with  the  greatest 
eagerness  to  form  the  most  stable  compounds,  there  are  many  in- 
stances of  elements  close  together  which  unite  readily  and  form  dis- 
tinctly stable  compounds.  For  instance,  sulphur  and  oxygen  stand 
close  together  in  such  a  table,  and  yet  the  compound  SQ2  is  stable. 
A  still  greater  diflSculty  arose  because  the  dualistic  theory  did  not 
harmonize  with  the  atomic  and  molecular  theories,  which  assume 
that  it  is  the  general  rule  for  two  like  atoms  to  unite  to  form  one 
molecule.  Again,  soon  after  the  dualistic  theory  was  suggested, 
organic  chemistry  began  its  remarkably  rapid  development,  and  this 
development  was  largely  due  to  its  amazingly  simple  and  adequate 
structural  formulae,  which  do  not  fit  in  well  with  a  "polarity"  theory. 
So  the  dualistic  theory  was  shelved. 

It  is  a  question  worth  serious  thought  whether  this  is  not  a  case 
parallel  to  that  which  resulted  in  discarding  the  law  of  mass  action 
because  it  was  thought  incompatible  with  the  law  of  constant  pro- 
portions by  weight,  or  that  in  which  Avogadro's  useful  idea  was  dis- 
carded because  it  was  thought  to  conflict  with  the  atomic  hypothesis. 
It  is  strange  that  with  such  examples  in  our  history  we  are  so  prone 
to  repeat  the  same  mistake.  There  is  value  in  this  old  discarded 
theory.  All  the  facts  of  electrolysis  as  sununarized  in  Faraday's  law 
show  we  must  have  regard  for  what  we  call  the  positive  and  negative 
characteristics  of  elements  and  radicals.  The  solution  of  the  mystery, 
when  it  comes,  will  contain  a  good  deal  of  this  "polarity  theory  ";  in- 
deed signs  are  not  lacking  that  many  minds  are  now  working  in  this 
channel.  There  is,  then,  a  partial  but  not  complete  analogy  between 
chemical  and  electrical  energy. 

Gravitation  Analogy.  The  result  is  much  the  same  when  we 
attempt  a  comparison  between  the  attraction  of  gra\itation  and 
chemical  energy.  The  analogy  appears  to  hold  to  a  certain  extent 
but  is  not  complete.  The  two  energies  are  evidently  not  exactly  alike 
because  chemical  attractions  are  capable  of  satisfying  each  other, 
after  which  there  appears  to  be  no  attraction  exerted  on  surroimding 
substances.  Gravitation  is  never  so  satisfied.  Two  objects  may  at- 
tract each  other  until  they  come  in  closest  contact,  but  the  gravita- 
tional attraction  which  they  exert  on  their  surroimdings  remains  as 
before.  We  should  be  cautious  about  accepting  this  argument  as 
conclusive,  convincing  as  it  seems.  Newton  was  of  the  opinion  that 
some  higher  power  than  the  square  was  required  to  account  for  the 
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n^d  faUing  off  of  chemical  attractions,  but  Buffon,  BerthoUet,  and 
Beigmann  thought  the  gravitation  formula  adequate;  and  Sir  William 
Thomson,  later  Lord  Kelvin  (1824-1907),  showed  how  the  attraction 
of  gravitation,  small  as  it  seems,  might  readily  become  great  enough 
through  minute  distances  to  accoimt  for  the  firmness  with  which 
things  are  held  together  in  chemical  compounds.  We  need  only 
to  think  out  some  spatial  distribution,  or  form  of  motion,  suited  to 
account  for  this  curious  and  interesting  ability  to  be  "satisfied,"  to 
reduce  not  only  chemical  but  also  electrical  attractions  to  particu- 
lar manifestations  of  gravitation.  At  present  these  further  steps  are 
missing. 

Adhesion  and  Cohesion.  There  remains  the  attraction  called 
adhesion  when  manifested  between  imlike  substances,  and  cohesion 
when  manifested  between  discrete  particles  of  the  same  substance; 
the  force  which  causes  solids  to  retain  their  shape,  metal  wires  and 
rods  to  have  their  tensile  strengths,  and  liquids  to  wet  solid  surfaces 
and  to  rise  in  capillary  tubes.  This  attraction  falls  off  much  faster 
than  inversely  proportional  to  the  square  of  the  distance;  the  fourth 
power  of  the  distance  more  nearly  expresses  it.  There  are  many 
points  of  similarity  between  adhesion  and  cohesion  and  chemical 
energy,  but  no  one  as  yet  has  succeeded  in  deriving  from  this  analogy 
the  formulation  we  so  much  want. 

A  Difficulty.  The  attraction  which  is  manifest  when  substances 
combine  is  very  great;  why  then  do  not  the  "atoms"  of  a  solid  pull 
themselves  together  imtil  there  is  no  space  between  them?  If  they 
did  this,  matter  would  be  continuous,  but  we  decided  to  assume 
matter  to  be  granular.  This  is  as  awkward  a  dilenmiia  as  any  we 
have  met. 

Cannot  Apportion  Chemical  Energjo  Efforts  to  determine  the 
proportion  of  the  whole  manifestation  of  energy,  when  two  sub- 
stances combine,  to  be  ascribed  to  each  substance,  have  always 
failed.  We  cannot  solve  the  problem  because  each  case  is  too  com- 
plicated and  contains  too  many  unknowns.  In  a  simple  reaction 
such  as  Hs  +  Is  ^  2  HI,  we  must  consider  not  simply  the  attraction 
between  the  hydrogen  and  the  iodine,  but  also  the  attraction  between 
the  sqMrate  atoms  of  hydrogen  and  those  of  the  iodine,  for  the 
observed  result  is  evidently  the  resultant  of  ail  three,  if  the  atomic 
and  molecular  theories  are  accepted  We  have  then  one  equation 
and  three  unknowns,  which  of  course  it  is  not  possible  to  solve.  More- 
over,  this  reaction  goes  from  left  to  right,  that  is,  forming  hydrogen 
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iodide  at  not  too  high  temperatures,  and  it  goes  in  the  opposite  direc- 
tion, hydrogen  iodide  decomposing  to  the  elements,  at  higher  tempera- 
tures. We  do  not  know  why  nor  how  the  chemical  forces  are  altered 
by  changes  in  the  temperature.  All  that  we  can  say  in  the  present 
instance  is  that  at  low  temperatures  the  attraction  between  hydro- 
gen and  iodine  predominates  over  the  attractions  of  hydrogen  and  of 
iodine  within  themselves. 

This  summary  has  probably  made  evident  that  our  questions  as  to 
what  chemical  energy  is,  what  it  is  like,  and  how  it  should  be  formu- 
lated, arc  difficult  and  complicated.  We  must  conclude  that  it  is  as 
different  and  distinct  from  gravitation,  electrical  attraction,  and  cohe- 
sion or  adhesion,  as  these  are  difiFerent  and  distinct  from  each  other. 
But  this  docs  not  exclude  the  possibility  that  all  energies  may  one  day 
be  found  to  be  essentially  the  same. 

Such  progress  as  has  been  made  has  resulted  from  close  study  of 
circumscribed  portions  of  the  field.  Nowhere  is  a  dissecting  of  a 
problem  into  a  series  of  smaller  ones  more  likely  to  be  advantageous, 
more  really  necessary  than  here.  There  follows  an  effort  to  gain 
such  an  advantage  by  dividing  chemical  energy  into  quantity  and 
intensity  factors. 

Division  into  Factors.  We  may  write  the  general  statement, 
chemical  energy  =  intensity  X  capacity,  and  the  question  now  is, 
what  shall,  or  can,  we  insert  in  place  of  these  general  terms  "intensity" 
and  **ca|)acity"?  For  intensity  we  must  insert  something  which  de- 
termines whether  a  reaction  proceeds  or  not,  and  in  which  direction 
it  proceeds;  for  capacity  we  must  insert  something  which  sets  a  limit 
to  the  action  when  it  does  take  place.* 

Intensity  Factor.  Ostwald,  in  his  "Lehrbuch  der  Allgemeinen 
Chemie/*  inserts  the  term  "affinity'*  for  the  intensity  factor.  One 
might  think  this  mere  substitution  of  one  word  for  another  to  be  in- 

*  It  may  be  seniccable  to  have  a  simple  illustration  of  a  division  into  factors 
in  mind.  If  we  have  a  reser\oir  of  water  at  a  height,  the  amount  of  work  we  can 
get  done  by  the  water  is  determined  by  two  factors:  first,  the  height  of  the  resenoir 
mbo\*e  the  ground  ithts  is  the  intensity  factor^;  second,  the  amount  of  water  in  the 
resen*oir  (this  is  the  cajxicity  or  quantity  factor).  The  i*'ork  we  can  get  done  is 
given  by  multiplying  the  height  by  the  quantity,  expressed  in  any  convenient 
units.  In  other  wonls.  the  total  manifestation  of  energ>-  is  the  product  of  the  inten- 
sity factor  into  the  capacity  f.^ctor.  and  we  recognize  this  in  the  familiar  expression, 
foot-pounds.  Notii-e  that  it  is  the  intensity  factor  alone  which  determines  whether 
any  action  will  take  place.  If  the  intensity  factor  is  such  that  action  will  occur, 
then  the  capacity  factor  enters,  determining  the  quantity,  setting  the  limit  to 
Mch  actioo. 


CHEMICAL  ENERGY,  AFFINITY,  AND  VALENCE  ^^ 

significant,  but  it  is  not.  Until  that  time,  indeed  in  a  measure  since 
then  ako,  the  two  terms,  chemical  energy  and  chemical  aflSnity,  were 
and  are  confused,  often  used  interchangeably,  as  if  synonymous.* 
We  might  as  well  use  the  terms  heat  and  temperature  indifferently 
and  expect  to  retain  clarity  in  our  ideas. 

Chemical  Potential.  For  this  reason  the  term  '^chemical  poten- 
tial" has  been  coined  and  stands  for  exactly  what  the  term  affinity 
should  stand.  It  has  not  yet  been  spoiled  by  careless  thinkers  and 
writers  and  therefore  it  is,  at  present,  the  best  name  for  the  intensity 
factor  of  chemical  energy.  In  this  place  it  must  suffice  to  say  we  have 
found  relative,  and  it  must  be  acknowledged,  not  very  satisfactory, 
measures  for  it,  in  the  velocity  constants  of  reactions,  in  the  con- 
ditions for  equilibrium,  in  the  conductivity  of  acids  and  bases  in 
water  solution,  in  the  electromotive  series,  and  so  on.  These  measures 
are  not  only  relative,  but  apply  only  when  the  external  conditions, 
such  as  temperature,  pressure,  and  concentration,  are  defined  and  held 
constant.  With  all  our  study  we  have  not  found  what  we  want,  a 
niunerical  expression  for  the  property  inherent  in  the  nature  of  a  sub- 
stance which  determines  whether  a  reaction  will  take  place  or  not. 

The  Capacity  Factor.  As  regards  the  capacity  factor  of  chemi- 
cal energy,  we  are  better  off.  Ostwald,  in  the  "Lehrbuch"  already  re- 
ferred to,  said  the  capacity  factor  was,  evidently,  the  amounts  of  the 
substances  present  in  a  position  to  react,  the  "active  mass,"  as  it  is 
sometimes  called;  but  not  simply  the  weight  in  grams,  nor  the  con- 
centration in  per  cent.  Symbol  and  formula  weights  are  the  units 
of  quantity  in  chemistry,  and  it  is  therefore  in  these  terms  we  should 
express  our  quantity  factor.  Ostwald  further  pointed  out  that,  as  a 
matter  of  fact,  our  law  of  constant  proportions  by  weight  is  nothing 
more  nor  less  than  a  great  generalization  regarding  the  quantity  or 
capacity  factor  of  chemical  energy. 

Significance  of  "  Valence."  This  idea  of  Ostwald's  can  be 
carried  further  with  profit  to  define  precisely  what  we  mean  by 
valence.  There  is  sometimes  a  little  confusion  as  to  the  true  signifi- 
cance of  this  term.  The  general  tendency  may  be  said  to  be  in  the 
direction  of  attributing  too  much  objective  reality  to  it.  We  wonder 
how  it  happens  that  an  atom  of  hydrogen  has  a  valence  of  one,  an 

*  See  the  definition  of  "affinity"  in  the  Century  Dictionary,  for  example.  The 
word  is  ill  chosen,  for  its  true  meaning  is  a  relationship,  or  resemblance,  and,  as 
we  know,  in  chemistry  "affinity"  is  generally  greatest  between  most  dissimilar 
substances. 
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atom  of  oxygen  a  valence  of  two,  an  atom  of  nitrogen  a  valence  some- 
times of  three,  sometimes  of  five,  and  so  on,  and  speculate  a  little  as 
to  whether  the  atoms  are  provided  with  barbed  hooks  or  the  like. 

These  different  valences  are  nothing  but  the  necessary  consequences 
of  the  artificial  rules  we  have  laid  down  for  ourselves  for  the  purpose 
of  selecting  symbol  and  formula  weights.  The  confusion  which 
exists  as  to  the  meaning  to  be  ascribed  to  the  word  valence  is  largely 
due  to  mixing  imconsciously  thoughts  on  the  capacity  factor  with 
thoughts  on  the  intensity  factor,  and  on  chemical  energy  as  a  whole. 
Certainly,  in  no  case  are  the  advantages  of  this  factorial  system  of 
considering  energies  more  evident  than  here. 

Saturated  Compound.  The  laws  of  definite  and  multiple  pro- 
portions state  the  observed  facts  that  a  given  quantity  of  a  given 
substance  has  a  definite  capacity  for  entering  into  chemical  combi- 
nation, a  definite  quantity  of  the  power  for  combination,  but  leave 
imtouched  the  other  factor,  saying  nothing  at  all  as  to  the  intensity 
with  which  substances  combine.  When  the  quantity  of  power  for 
combination,  possessed  by  a  given  amount  of  a  substance,  has  mani- 
fested itself,  i.e.,  when  the  substance  has  combined  chemically  with 
a  definite  amount  of  another  substance,  it  cannot  be  made  to  com- 
bine with  more  (this  is  the  law  of  definite  proportions),  and  we  say 
the  power  for  combination  is  satisfied;  the  result  is  what  we  call  a 
saturated  compound.  Each  substance  which  enters  into  a  chemical 
reaction  has  a  certain  quantity  of  this  power  for  combination,  and 
the  fact  that  substances  unite  in  definite  parts  by  weight  shows  that 
those  parts  by  weight  possess  the  same  quantities  of  this  power  for 
combination. 

Diverge  from  Usual  Method  in  Measuring  Energies.  Here 
we  diverge  from  our  usual  custom  when  measuring  a  factor  of  an 
energy,  and  this  is  the  source  of  the  misapprehensions  mentioned 
above.  Ordinarily  we  find  a  imit  for  measuring  the  energy,  and  then 
find  how  many  of  these  units  are  associated  with  one  gram  of  the  sub- 
stance; we  just  reverse  this  in  chemistry  and  find  haw  many  grams  of 
the  substance  we  must  take  to  have  unit  quantity  of  the  power  for  com- 
bination, and  so  obtain  what  we  call  equivalent  weights. 

Unit  of  Combining  Capacity.  Here  we  have  experimental  facts 
capable  of  numerical  expression.  The  measurements,  like  all  others 
we  make,  are  relative  only,  and  there  is  nothing  whatever  about  the 
facts  themselves  to  force  us  to  adopt  one  unit  rather  than  another. 
We  may  therefore  adopt  that  unit  which  promises  to  be  most  con- 
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venient.  We  may  adopt  one  gram  of  hydrogen  as  the  unit  quantity 
of  hydrogen,  and  the  quantity  of  combining  ability  (not  intensity, 
not  "aflSnity")  possessed  by  that  much  hydrogen  we  may  then  say 
is  the  unit  quantity  of  power  to  combine;  the  imit  in  which  to  measiu*e 
the  quantity  factor  of  chemical  energy. 

Weights  Possessing  Unit  Capacity.  We  find  by  experiment  that 
3546  grams  of  chlorine  exactly  satisfy  the  power  for  combination 
possessed  by  one  gram  of  hydrogen,  and  we  say  this  much  chlorine 
is  equivalent  to  one  gram  of  hydrogen.  The  quantity  of  power 
for  combination  possessed  by  8  grams  of  oxygen,  by  4.6  +  grams  of 
nitrogen,  by  3  grams  of  carbon,  are  severally  enough  to  satisfy  the 
quantity  of  the  power  for  combination  possessed  by  our  imit  (one 
gram  of  hydrogen)  and  we  say  these  quantities  are  equivalent  to 
each  other.  35.46  grams  of  chlorine  just  satisfy  the  power  for  com- 
bination of  23  grams  of  sodium,  and  as,  when  two  things  equal  a  third 
they  must  equal  each  other,  the  quantity  of  power  for  combination  pos- 
sessed by  23  grams  of  sodium  must  be  the  same  as  the  quantity  of 
that  power  possessed  by  one  gram  of  hydrogen,  we  therefore  say 
these  quantities  of  hydrogen  and  sodium  are  equivalent  to  each  other. 

Equivalent  Weights.  Equivalent  weights  are  then  actually 
selected  by  this  test  and  are  the  weights  of  the  different  substances 
which  we  find  by  experiment  we  must  take  in  order  to  get  imit  quan- 
tity of  chemical  energy.  In  fact  they  are  the  weights  which  have 
numerically  the  same  quantity  factor  of  chemical  energy  as  one  gram 
of  hydrogen. 

The  concept  is  not  confined  to  elements,  but  is  constantly  used  for 
compounds  also;  for  instance,  40  grams  of  sodium  hydroxide,  36.5 
grams  of  hydrochloric  acid,  one-half  of  98,  or  49  grams,  of  sulphuric 
acid,  and  one-third  of  98,  or  32.6  + grams  of  orthophosphoric  acid 
are  called  equivalent  weights  of  these  substances,  being  the  weights 
which  carry  unit  quantity  of  ability  to  combine,  unit  quantity  of 
chemical  energy.  / 

Equivalence  or  Valence.  In  many  instances  the  equivalent 
weights  are  those  we  select  for  the  symbol  weights,  and  we  say  these 
elements  show  an  equivalence  of  one.  For  a  time  the  term  quanti- 
valence  was  substituted  for  equivalence,  but  both  these  words  are 
long  and  we  abbreviate  and  say  their  valence  is  one;  they  are  univa- 
lent substances.  By  the  same  sort  of  comparisons  we  find  symbol 
weight  quantities  of  a  number  of  elements,  such  as  oxygen,  calcium, 
barium,  etc.,  all  have  just  twice  the  quantity  of  power  to  combine 
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possessed  by  our  unit,  a  symbol  weight  of  hydrogen.  We  say  these 
elements  have  a  valence  of  two,  or  are  bivalent  substances.  Another 
group  of  elements,  such  as  nitrogen,  phosphorus,  aluminium,  etc., 
prove  to  have  three  times  the  unit  capacity  to  enter  into  chemical 
combinations  and  we  call  them  trivalent. 

Definition  of  Valence.  It  is  hardly  necessary  to  go  further  with 
this  list,  for  it  is  evident  that  "valence"  is  ihe  number  of  units 
of  capacity  to  combine  possessed  by  chemical  unit  quantity  of  a  sub- 
stance. The  concept  is  thus  not  confined  to  elements  and  in  fact  we 
are  constantly  stating  that  the  valence  of  such  and  such  a  radical  is 
so  and  so.* 

Valence  obviously  belongs  in  the  capacity  factor  subdivision  of 
chemical  energy.    We  may  write: 

Chemical  energy  =  chemical  potential  X  valence. 

Varying  Valence.  This  expression  enables  us  to  form  a  clear 
idea  regarding  the  interesting  fact  that  the  valence  of  a  substance 
varies.  For  instance,  fourteen  grams  of  nitrogen  sometimes  appear 
to  have  five  units  of  capacity  for  chemical  combination,  sometimes 
only  three.  As  we  have  said,  it  is  the  intensity  factor  alone  which 
determines  whether  a  reaction  will  proceed  or  not,  and  we  can  formu- 
late the  behavior  shown  by  nitrogen  by  saying  that  three-fifths  of  its 
capacity  for  combination  is  at  a  higher  chemical  potential  than  the 
other  two-fifths.  The  whole  capacity  is  always  there,  but  it  does 
not  all  come  into  play  unless  the  potential  difference  is  sufficient.! 

We  probably  should  have  adopted  the  quantity  factor  of  chemical 
energy  exclusively  as  our  guide  in  selecting  symbol  weights,  in  which 
case  they  would  all  have  been  what  we  call  equivalent  weights,  if  it 

•  Depending  on  whether  we  arc  deriving  our  prefixes  from  Latin  or  Greek  we 
call  substances  univalent,  bivalent,  trivalent,  quadrivalent,  quinquivalent,  sezi- 
valent,  septivalent,  and  octivalent;  or  monovalent,  divalent,  trivalent,  tetravalent, 
pentavalent,  hexavalent,  hepta valent,  and  octavalent.  The  first  set  is  much  to  be 
preferred.  Not  infrequently  a  jumble  of  the  two  series  of  terms  is  used.  It  b  in- 
teresting that  the  symbol  weight  quantity  of  no  substance  shows  a  quantity  factor 
greater  than  eight. 

t  It  may  be  worth  while  to  utilize  once  more  our  mechanical  simile.  Suppose 
we  have  a  total  of  five  tons  of  ^-ater  in  two  reser\'oirs,  three  tons  at  a  higher  levd, 
tvi-o  tons  at  a  lower.  If  the  outlet  of  a  water  turbine  is  below  the  upper  and  above 
the  lower  of  these  two  levels,  we  shall  be  able  to  utilize  the  water  in  one  reservoir 
only;  if  the  outlet  is  below  both  le>'eb  we  shall  be  able  to  utilize  the  water  in  both 
reservoirs.  The  application  of  the  analog>'  to  variable  valence  is  evident 
does  not  pretend  to  be  an  explanation,  only  a  way  of  presenting  the  (acts. 
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had,  not  been  for  the  fact  that  one  and  the  same  substance  may, 
under  different  circumstances,  have  different  equivalent  weights,  as 
was  illustrated  in  the  last  chapter  with  the  two  chlorides  of  copper. 
This  caused  us  to  search  for  an  auxiliary  guide  and  led  us  to  adopt 
our  formula  weight  rule,  and  to  choose  as  the  symbol  weight  the  least 
number  of  grams  of  the  substance  ever  yet  found  in  22.4  liters  of  one 
of  its  gaseous  compoimds  (760  mm.  and  o^). 

This  merely  selects  one  out  of  the  series  of  possibilities  for  the 
symbol  weight,  obtained  by  multiplying  some  smallest  ratio  through 
by  whole  nimibers.  It  therefore  follows  of  necessity,  from  our 
arithmetical  handling  of  the  facts,  that  if  the  symbol  weight  is  not  the 
same  as  the  equivalent  weight,  it  must  be  some  small  whole  number 
multiple  of  it;  for  we  excluded  all  intermediate  values  as  a  matter  of 
convenience,  in  order  not  to  have  to  write  fractions  in  constructing 
our  formulae. 

We  now  guilelessly  turn  in  our  tracks,  and  applying  consciously  the 
measure  which  we  unconsciously  applied  when  outward  bound,  re- 
find  the  regularities  which  we  took  very  good  care  to  establish,  and 
are  amazed. 

There  is  then  nothing  particularly  astonishing  in  the  fact  that  the 
valence  of  hydrogen  being  set  empirically  equal  to  one,  the  valence  of 
oxygen  is  two,  of  nitrogen  three,  of  carbon  four,  etc.  We  have  car- 
ried through  a  classification  scheme  which,  as  we  shall  see,  is  a  great 
convenience,  but  it  leaves  the  original  problem  exactly  where  it  was. 
We  are  still  confronted  by  the  great  question,  why  do  definite  quan- 
tities imite  to  form  compounds?  We  might  as  well  ask  why  electrically 
charged  bodies  attract  and  repel  each  other,  or  why  the  earth  attracts 
the  moon.  These  questions  are  all  in  the  same  place,  at  the  frontier 
of  science. 

Structural  Formuls.  We  must  now  leave  the  safe  ground  of 
experimental  fact,  and,  assuming  the  atomic  and  molecular  hypotheses 
to  be  correct,  consider  the  enormous  extension  we  may  give  to  the 
meaning  of  our  formulae  by  including  in  them  symbols  for  valences, 
thus  obtaining  our  structural  formulae. 

Indicating  Capacities.  Our  symbols  stand  not  merely  for  the 
names  of  elements  but  also  for  definite  weights  in  grams.  We  make 
them  stand  not  only  for  all  this,  but  also  for  the  combining  capacities 
of  the  quantities  represented,  by  adding  lines  emanating  from  the 
symbols,  one  line  for  each  unit  quantity  of  chemical  energy.  Thus 
H—  represents  one  gram  of  hydrogen  capable  of  exerting  unit  quan- 
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tity  of  power  for  combination;  — O—  represents  sixteen  grams  of 

oxygen  and  tells  us  it  can  exert  two  unit  quantities  of  chemical  energy; 

I 
— N—  represents  fourteen  grams  of  nitrogen  in  a  condition  to  exert 

I 
three  imits  of  quantity  of  chemical  energy;  — N=,  fourteen  grams  of 

nitrogen  in  a  condition  to  exert  five  units  quantity  of  chemical  energy, 
etc.  Each  line,  no  matter  from  what  symbol  it  emanates,  stands  for 
one  and  the  same  quantity  (not  intensity)  of  chemical  energy. 

The  facts  we  know  about  the  quantity  factor  of  chemical  energy, 
lend  themselves  readily  to  graphic  representation.  In  constructing 
the  formula  of  a  compoimd  we  may  write  the  symbols  in  such  a  way 
that  each  line  emanating  from  one  coincides  with  (is  satisfied  by) 
another  line  emanating  from  another  symbol.  Thus  we  write  H— H, 
a  structural  formula  for  molecular  hydrogen;  H— O— H,  a  stnic- 

H 

I 
tural  formula  for  molecular  water;  H-N-H,  a  structural  formula  for 

H 
I 
molecular  ammonia;  H   C-  H  a  structural  formula  for  methane,  etc 

H 


It  must  be  remembered  that  these  structural  formulae 
are  perfectly  legitimate  and  extraordinarily  efficient  assistants  in 
grasping,  retaining,  and  thinking  about  facts  so  long  as  they  are  re- 
garded solely  as  a  beautifully  ingenious  system  of  pictographs  which 
may  be  drawn  to  represent  known  facts  about  symbol  and  formula 
weights  and  the  quantity  factor  of  chemical  energy.  Danger  of  false 
inferences  lies  in  crediting  them  with  too  much  meaning,  in  assuming 
that  they  represent  the  mechanism  of  the  combination  and  that, 
flattened  out  beneath  a  cover  glass  and  viewed  with  a  sufficiently 
powerful  microscope,  a  single  molecule  would  actually  look  as  much 
like  its  structural  formula  as  a  map  looks  like  the  city  it  represents. 
And  yet  many  do  regard  them  as  maps  of  molecules,  or  at  least  as  two- 
dimension  projections  of  three-dimension  objects.  This  is  going  too 
far,  and  it  would  be  safer  to  regard  them  as  bearing  the  same  rela- 
tion to  the  object  that  the  algebraic  symbols  in  an  equation  bear  to 
the  curve  the  equation  represents.  These  structural  formulae  do  in- 
deed lend  themselves  remarkably  to  the  expression  of  experimental 
results,  but  so  do  the  algebraic  equations  of  analytical  geometry. 
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The  lines  we  draw  are  no  more  like  what  holds  things  together  than 
the  printed  symbols  are  like  the  actual  elements. 

Another  important  group  of  facts  must  be  considered  in  connection 
with  this  brief  historical  sketch  of  our  central  problem. 

Differences  of  State.  We  know  almost  all  substances  may  exist 
as  a  solid,  a  liquid,  or  a  gas,  and  in  all  these  forms  show  the  same 
percentage  composition.  To  what  shall  we  ascribe  the  marked  differ- 
ence in  properties  if  not  to  the  degree  of  firmness  with  which  separate 
particles,  each  with  a  composition  symbolically  represented  by  the 
formula,  are  held  together?  This  is  a  strong  argument  in  favor  of  a 
granular  structure.  We  call  the  force  acting  here,  cohesion,  and  it  is 
generally  supposed  to  be  distinct  from  the  force  holding  the  elements 
together. 

Allotropy.  We  know  many  "elementary"  substances,  such  as 
carbon  or  phosphorus,  which  exist  in  several  forms,  as  diamond, 
graphite,  and  charcoal,  or  as  yellow  (white)  and  red  phosphorus. 
We  call  the  phenomenon  allotropy,  and  the  forms  allotropic.  We 
have  never  succeeded  in  analyzing  these  forms  into  two  different 
simpler  substances,  and  so  they  conform  to  our  definition  of  ele- 
ments. To  what  then  shall  we  ascribe  the  marked  difference  in 
properties? 

Cohesion  or  Chemical  Energy.  We  are  inclined  to  ascribe  these 
differences  also  to  different  degrees  of  firmness  with  which  separate 
particles  are  held  together.  But  cohesion  does  not  seem  to  us  wholly 
satisfactory  here;  probably  chemical  energy  also  plays  a  part,  for  that 
is  about  the  only  way  we  can  account  for  the  fact  that  allotropic 
forms  of  the  same  element  show  different  heats  of  combustion.  Per- 
haps the  phenomenon  is  due  to  differences  in  arrangement  of  par- 
ticles in  the  molecules.  We  have  no  means  of  telling  how  much  of  the 
difference  is  due  to  differences  in  cohesion  and  how  much  to  differ- 
ences in  chemical  energy.  Would  it  not  be  reasonable  to  say  we  do 
not  know  when  the  force  ceases  to  be  cohesion  and  begins  to  be 
chemical  energy? 

Polymorphous  Forms.  We  know  multitudes  of  substances,  both 
elementary  and  compound,  which,  retaining  their  chemical  identity, 
appear  in  different  crystal  forms.  For  instance,  sulphur  exists  as 
crystals  in  the  monoclinic  and  also  as  crystals  in  the  rhombic  system; 
calcium  carbonate  exists  as  hexagonal  crystals  (calcite)  and  as  rhombic 
crystals  (aragonite).  Such  substances  are  called  polymorphous.  To 
what  can  be  ascribed  these  differences  in  form  but  to  differences  in 
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form  existing  in  the  smallest  units  which  go  to  make  up  crystals,  and 
these  in  turn  must  be  due  either  to  differences  in  manifestations  of 
cohesion  or  chemical  energy,  or  both.  Once  more  it  is  reasonable  to 
ask  whether  we  need  differentiate  very  carefully  between  cohesion 
and  chemical  energy. 

Isomers.  In  1823,  J.  Liebig  (1803-1873)  found  fulminate  of  sil- 
ver, C2A^N202,  to  have  the  same  percentage  composition  as  cyanate 
of  silver,  CONAg.  The  substances  have  such  radically  different 
properties,  the  fact  was  hard  to  accept.  In  1825,  Faraday  discovered 
that  benzene,  CcH«,  and  acetylene,  C2H2,  have  the  same  percentage 
composition.  Ammonium  cyanate,  NCONH4,  has  the  same  per- 
centage composition  as  urea,  CO(NH2)2.  The  birthday  of  orgam'c 
chemistry  has  been  said  to  fall  in  1828,  for  in  this  year  F.  Wohler 
(1800-1882)  discovered  that  if  a  water  solution  of  ammonium  cyanate 
is  warmed  or  simply  allowed  to  stand,  the  cyanate  changes  to  urea. 
This  is  the  first  of  the  products  of  life  which  was  made  synthetically 
from  inorganic  materials.  Until  this  time  an  insurmountable  barrier 
was  supposed  to  divide  products  of  life  from  the  artificial  products  of 
the  laboratory. 

Instances  of  which  the  above  are  typical  were  discovered  in  rapid 
succession.  The  phenomenon  is  called  isomerism,  and  the  substances 
are  called  isomers.  All  substances  which  have  the  same  percentage 
composition  are  called  isomers  in  the  broad  sense  of  the  word. 

Polymers.  Isomers  are  conveniently  divided  into  two  classes. 
Isomers  the  formula  weights  of  which  are  different  (multiples  of  some 
smallest  value)  are  called  polymers.  For  instance,  the  formula 
weight  of  benzene  is  three  times  that  of  acetylene,  and  we  write  the 
formulae  C«H«  and  C2H2,  respectively. 

Metamers.  Isomers  the  formula  weights  of  which  are  the  same  are 
called  metamers.  As  a  typical  instance  of  this  we  have  ammonium 
cyanate  and  urea.  Present  usage  appears  to  disregard  the  broader 
meaning  of  the  word  isomer  and  to  consider  it  as  exactly  synonymous 
with  metamer. 

Atoms  in  Fixed  Positions.  The  existence  of  metamers  excludes 
the  possibility  of  imagining  atoms  as  being  freely  movable  in  mole- 
cules, and  necessitates  the  assumption  that  the  force  which  causes 
substances  to  unite  to  form  comix)unds  also  holds  these  substances  in 
some  fixed  positions  in  relation  to  each  other. 

Constitutive  Properties.  We  therefore  ascribe  the  difference  in 
properties  of  metamers  to  differences  in  the  arrangements  of  atoms 
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in  the  molecules,  i,e,,  to  the  structure  or  constitution  of  the  molecule. 
Properties  so  ascribed  are  called  constitutive. 

Conventions.  In  constructing  our  structural  formulas,  to  repre- 
sent what  elements  are  present  in  a  compound,  also  the  percentage 
composition,  and  also  as  many  as  possible  of  its  chemical  and  physical 
properties,  we  have  adopted  a  series  of  conventions.  When  a  sub- 
stance shows  the  chemical  properties  which  cause  us  to  call  it  an 
alcohol,  the  convention  is  to  write  the  structural  formula  in  such  a 
way  that  it  shall  contain  at  least  once  the  combination  of  symbols, 
— O— H.  When  it  shows  the  chemical  properties  which  cause  us  to 
call  it  an  aldehyde,  the  convention  is  to  write  its  structural  formula 
in  such  a  way  that  it  shall  contain  at  least  once  the  combination 

H 

I 
of  symbob,  —  C=0,  and  so  on.    It  is  perfectly  correct  to  say  that 

H 

I 
— C=0  spells  the  word  aldehyde  in  chemical  pictographs,  but  it 

would  be  confusing  fact  with  theory  to  state  as  a  fact  that  atoms 

are  actually  in  those  positions. 

Classification  of  Organic  Chemistry.  A  great  nimiber  of  these 
conventions  have  gradually  come  into  existence.  Just  why  these 
particular  conventions  have  been  adopted  rather  than  others,  is  a 
large  part  of  the  inmiense  subject  of  organic  chemistry,  better  called 
the  chemistry  of  the  carbon  compounds,  into  which  we  have  not  time 
to  enter.  The  reader  is  referred  to  any  of  the  numerous  excellent 
texts  for  coimtless  illustrations  of  ingenious  interweaving  of  symbols 
for  atoms  with  symbols  for  valence  to  represent  experimental  facts. 

Caution.  If  objective  reality  is  attributed  to  the  lines  represent- 
ing valences,  as  is  frequently  done  when  they  are  referred  to  as 
"bonds"  or  "ties,"  false  inferences  are  hard  to  avoid.  Following  out 
the  mechanical  analogy,  one  would  think  two  atoms  held  together  by 
two  or  more  "bonds"  would  be  held  together  more  firmly  than  two 
atoms  held  together  by  one.  In  general,  the  reverse  appears  to  be 
the  case,  and  according  to  experimental  evidence  a  complicated  mole- 
cule shows  a  greater  inclination  to  split  apart  at  the  "double  bond" 
than  elsewhere. 

These  "bonds"  or  "ties"  do  not  indicate  the  firmness  with  which 
substances  cling  together,  or  the  stability  of  the  compound.  In  other 
words  they  tell  us  nothing  of  the  iniensUy  of  chemical  energy,  but  as 
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has  been  said,  represent  solely  the  number  of  units  of  capacity  for 
combination. 

The  moment  we  try  to  be  more  explicit  as  to  what  these  lines  stand 
for,  we  get  into  inextricable  diflSculties.  One  line  may  stand  for  a 
line  of  force,  or  twenty  lines  of  force,  or  ten  thousand  of  them;  it  may 
stand  for  "a  direction  of  preference,"  even  a  protuberance  on  an 
atom  or  a  cavity  in  it,  or  for  something  else  the  mind  of  man  has 
never  yet  conceived.  Speculation  here  has  been  rife,  but  uniformly 
futile.  We  shall  revert  to  the  subject  of  structural  formulae  in  con- 
nection with  other  properties,  the  refraction  of  light,  and  the  rotation 
of  the  plane  of  polarized  light  by  certain  substances. 

Summary.  In  this  brief  and  incomplete  quasi-historical  revdew 
we  have  learned  that  the  many  efforts  to  find  out  what  chemical 
energy  is,  what  it  is  like,  and  how  it  should  be  formulated  have  met 
with  but  qualified  success.  We  recognize  that  it  is  not  like  any  other 
form  in  all  particulars,  but  partakes  of  the  characteristics  of  several 
other  forms  in  some  particulars.  We  have  foimd  that  it  simplifies 
the  problem  somewhat  if  we  dissect  it  into  factors.  The  quantity 
factor,  valence,  indissoiubly  boimd  up  with  our  symbol  and  formula 
weights,  has  enabled  us  to  establish  a  truly  wonderful  classification 
of  the  elements,  as  liv'ill  be  seen  in  the  next  chapter.  Further  consid- 
eration of  the  intensity  factor  will  be  deferred  imtil  we  begin  the 
systematic  study  of  processes. 


CHAPTER  Vn 
THE  PERIODIC  SYSTEM 

As  soon  as  tables  of  the  atomic  weights  were  first  published,  it 
became  a  subject  for  speculation  whether  any  relation  could  be 
discovered  between  these  nimibers. 

Prout's  Hypothesis.  W.  Prout  (1786-1850),  an  English  phy- 
sician, in  181 5  advanced  the  interesting  hypothesis  generally  known 
by  his  name.  Many  atomic  weights  are  very  nearly  whole  numbers 
when  hydrogen  is  put  equal  to  one.  He  suggested  that  these  small 
differences  were  probably  errors  and  that  all  substances  were  but 
compoimds  of  one  "mother  substance,"  namely,  hydrogen,  and  an 
atom  of  carbon,  for  instance,  was  to  be  considered  as  an  aggregation  of 
twelve  atoms  of  hydrogen.  The  atomic  weight  of  calcium  is  40.07  ;* 
that  of  fluorine  19.0;  that  of  phosphorus  31.04;  of  sulphur  32.07;  of 
nitrogen  14.01;  etc.  But  other  atomic  weights  fall  nearly  in  the 
middle  between  two  whole  numbers.  For  instance  the  atomic 
weight  of  chlorine  is  35.46,  that  of  strontium  is  87.63,  etc. 

J.  S.  Stas  (1813-1891)  determined  some  atomic  weights  with  such 
care  that  his  greatest  possible  experimental  error  was  less  than  the 
difference  between  them  and  whole  numbers.  This  disproved  Prout's 
hypothesis  as  originally  stated.  But  then  J.  B.  Dumas  (1800-1884) 
suggested  one-half  the  atomic  weight  of  hydrogen  as  the  fundamental 
unit,  and  when  Stas  demonstrated  his  experiments  excluded  this  pos- 
sibility, Diunas  suggested  one-fourth  the  atomic  weight  of  hydrogen. 
There  being  no  limit  to  such  suggestions  reduced  the  discussion  to 
an  absurdity  and  the  hypothesis  was  abandoned. 

The  Idea  Survives.  It  is  exceedingly  interesting  that  Prout's 
fundamental  idea  will  not  stay  down,  but  crops  up  in  new  forms. 
In  1901  Struttf  calculated  by  the  theory  of  probabilities  what  the 

*  The  atomic  weights  given  in  this  chapter  are  those  of  the  table  based  on 
0  =  16.  They  illustrate  the  facts  quite  as  well  as  those  based  on  H  =  i.  It  is 
desirable  to  become  familiar  with  the  actually  adopted  numbers,  and  insertion  of 
two  sets  of  values  would  do  more  harm  than  good. 

t  R.  J.  Strutt,  Phil.  Mag.  (6),  I,  311-314  (1901). 
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chances  trcre  that  the  symbol  irdg^ts  would  come  as  dose  as  they 
do  come  to  whole  numbers.  He  found  that  the  chance  was  not  more 
than  one  in  one  thousand,  and  therefore  the  obsemed  approximation 
is  not  accidental,  but  indicates  some  fundamental  facts  of  nature 
which  ha\T  not  as  yet  been  discovered.  The  coq>uscular  or  dection 
theory  contains  the  same  idea  of  a  "'mother  substance.** 

Doeberano^s  Ttuids.  The  nudrus  from  which  our  present 
periodic  s}*stcm  started  is  a  regularity  nist  noticed  by  J.  W.  Docbe- 
leiner  (i7Sc>-iS4q\  In  iSi;,^  he  obsenrd  that  groi^is  of  three  de- 
ments could  be  selected,  aD  the  dements  in  one  groi^  being  similar 
dxmically,  and  ha\ing  atomic  weights  such  that  the  atomic  weight 
of  the  middle  member  is  the  arithmetical  mean  of  the  values  of  the 
eictneme  monbers.  For  instance,  the  atomic  weight  of  lithium  is  6.94, 
that  of  sodiimi  25.00,  that  of  potassium  59.10.  The  differenoe  be- 
tween the  atomic  weigjit  of  lithium  and  that  of  socfium  is  16.  The 
difi^erence  between  the  atomic  weight  of  sodium  and  potassium  is  again 
lb.  Thus  thcfe  is  a  constant  di^erence  in  the  atomic  weights  of  the 
succaeediog  members  of  this  triad.  ChloriiK,  bromiDe,  and  iodiiie 
fonn  another  such  gitn^».  ainl  su^ur,  sdenium,  and  tdfairium  a 
third  The  foDowing  tabulation  shows  the  neariy  constant  (fiffer- 
cnce  between  successive  members  of  these  triads. 


L2«  ^  04 
Xa«r;  do 

x^  cr 

Br«  re  02 

44  5^ 

K«5c  ic 

It  IS 

I»irr  or 

4?  30 

Te«ir-  5 

47  13 
4»3 


This  consiani  diderence  in  the  \'a}ues  of  the  5>~mbol  wcigiits  of  the 
succeediro:  n>en:bers  of  these  groiq^s  is  something  similar  to  the  con- 
stant difertacx  c»bc>erved  between  saccessix-e  members  of  anv  one  al 
the  numerous  bom^ik^rous  series  of  onranic  cheziisxr\*.  For  iTtctyiy^^ 
we  ha\T  meihant.  CH^  with  a  forniuia  wcdgb:  of  id.  ethane,  CJB^ 
with  a  ionnulA  weigh:  of  5c.  propane,  C»H».  with  a  fonnula  we^^it 
of  44.  aiKi  sc>  on.  Tnere  is  a  consian:  dinerence  of  14  between  the 
ionnula  wtiriiis  of  the  succeedinc  mczibcrs. 

Qihcr  croups  of  thr«  dements  haAc  almost  the  same  s}-mbol 
weif^ts,  and  the  propenies  of  al  the  eiement^  in  ooe  of  these  gruops 
ire  as  q^T'^s^^  to  ead:  v^Jkt  as  these  wtdciiis.     For  insunce: 


*  Gffcerf  J  AmmAUm.  aii,  551  ;X&X7>- 
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Fe=sS.8S 
Co=s8.97 

Ni=s8.68 

Ru=ioi.7 
Rh= 102.9 
Pd=io6.7 

05=190.9 
Ir=i93.i 
Pt=i9S.2 

All  these  groups  of  three  are  known  as  Doebereiner's  triads. 

That  there  is  some  connection  between  the  sjonbol  weights  and 
other  properties  of  the  elements  was  very  evident  and  a  number  of 
chemists  endeavored  to  formulate  this  connection.  An  effort  was 
made  by  Dimxas;""  and  suggestions  made  by  B.  de  Chancourtois  in 
1862  and  1863  closely  resemble  the  system  of  classification  finally 

adopted.! 
Law  of  Octaves.    In  1864,  J.  A.  R.  Newlands  observed  that 

when  the  elements  are  arranged  in  the  order  of  their  symbol  weights, 

the  eighth  is  very  similar,  chemically,  to  the  first;  the  ninth  to  the 

second;  the  tenth  to  the  third;  and  so  on.    This  generalization  goes 

by  the  name  of  Newlands*  Law  of  Octaves.J 

Newlands  did  not  stop  here  but,  in  1866,  arranged  the  elements 
in  a  table,  which,  while  not  so  good  as  later  tables,  deserves  recog- 
nition as  one  of  the  first  attempts  at  a  periodic  system.  His  efforts 
were  ridiculed,  and  his  paper  was  returned  to  him  as  imsuited  for 
publication.  § 

The  Periodic  Table.  Li  1869,  Lothar  Meyer  (1830-1895)  in 
Germany,  and  D.  I.  Mendelejeff  (1834-1907)  in  Russia,  simultane- 

*  Annal,  de  Chim,  el  de  Phys.  (3),  55,  209  (1859). 

t  See  Chapter  Xm  of  "History  of  Chemical  Theories  and  Laws,"  by  M.  M.  P. 
Muir  for  an  interesting  historical  account  and  numerous  references. 

X  "In  other  words,  the  eighth  element  starting  from  a  given  one  is  a  kind  of 
repetition  of  the  first,  like  the  eighth  note  of  an  octave  in  music. "  J.  A.  R.  New- 
lands,  Chem.  NewSf  10,  94  (1864).  "Thus  in  the  nitrogen  group,  between  nitro- 
gen and  phosphorus  there  are  7  elements;  between  phosphorus  and  arsenic,  14; 
between  arsenic  and  antimony,  14;  and  lastly,  between  antimony  and  bismuth, 
14  also.  This  peculiar  relationship  I  propose  to  provisionally  term  the  'Law  of 
Octaves,'"  ibid,  12,  83  (1865). 

§  "The  grand  point  I  have  contended  for,  and  do  contend  for,  is  the  existence 
of  a  simple  relation  among  the  elements  when  arranged  in  the  order  of  their  atomic 
weights. "...  "On  March  i,  1866, 1  read  a  paper  on  the  subject  before  the  Chem- 
ical Society;  and  at  that  time  the  mere  notion  of  anyone  even  seeking  to  find  a 
simple  relation  among  the  elements  when  arranged  in  their  natural  order  was 
looked  upon  as  so  absurd  that  one  of  the  most  distinguished  members  of  the  Society 
[Prof.  G.  F.  Foster,  see  Chem.  News,  13,  113  (1866)],  asked  me  *if  I  had  ever 
examined  the  elements  according  to  the  order  of  their  initial  letters.  *  My  paper 
was  returned  to  me  as  'not  adapted  for  publication  in  the  Society's  Journal.'" 
Newlands,  Chem,  News,  33,  22  (1875). 
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ously,  and  independently,  published  tables  practically  the  same  as 
those  with  which  we  are  familiar.* 

A  Graphic  Representation  of  the  Law  of  Octaves.  The  table, 
as  it  stands  to-day,  is  reproduced  on  the  opposite  page.  The  elements 
are  put  in  the  order  of  their  symbol  weights,  and,  leaving  He,  Xe, 
and  A  out  of  consideration  for  the  present,  when  seven  have  been 
written,  the  eighth  is  placed  beneath  the  first,  and  so  on.  This,  the 
fundamental  idea,  k  a  graphical  expression  of  Newlands'  law  of 
octaves,  but  it  must  be  modified  in  several  particulars. 

Hydrogen  has  to  stand  alone,  it  has  no  analogue.  The  first  four- 
teen elements  form  pairs  with  remarkable  correspondences.  Lithium 
and  sodium,  carbon  and  silicon,  oxygen  and  sulphur,  fluorine  and 
chlorine  are  chemically  very  similar. 

Chemical  Properties.  Gradation  from  Alkaline  to  Acid.  If 
we  consider  the  vertical  colunms  numbered  from  one  to  seven,  we 
find  that  in  number  one  we  have  sodium,  potassium,  etc.,  the  ele- 
ments present  in  our  strongest  alkalies.  Colunm  number  two  con- 
tains the  metallic  elements  of  our  alkaline  earths,  so-called.  The 
oxides  of  the  elements  in  column  number  three  are  basic,  but  not 
strongly  so.  The  oxides  of  the  carbon  group  in  column  number 
four  are  somewhat  acid.  The  elements  in  column  number  five  form 
distinctly  acid  oxides,  and  those  in  column  number  seven  give  us  our 
strongest  acids. 

Passing  then  from  left  to  right  along  a  horizontal  row,  we  pass  from 
the  most  pronounced  alkaline  or  basic  properties  through  gradual 
changes  to  the  most  pronounced  acid  properties.  If  we  go  back  and 
begin  over  again  on  the  second  horizontal  row,  we  meet  again  the 
same  pronounced  alkaline  properties  which  shade  over  to  acid  proper- 
ties as  before.  That  is  to  say,  the  same  properties  recur  periodically. 
It  is  this  periodicity,  or  recurrence,  of  properties  which  gives  the 
table  and  the  law  their  names. 

Valence  with  Reference  to  Oxygen.  Another  property  show- 
ing this  regular  change  and  periodic  recurrence  is  the  valence  of  the 
elements.  The  valence  with  reference  to  oxygen  increases  by  one 
from  column  to  column,  until  it  reaches  a  maximum  of  seven,  when 
we  must  go  back  to  where  we  started,  and  have  again  a  valence  of 
one.  For  example,  we  have  the  compounds  XajO,  MgO,  AI2O8,  SiOi, 
PjOj,  SOj,  CI2O7,  and  then  we  go  back  to  K2O. 

•  The  student  is  advised  to  read  ".\n  Attempt  toward  a  Chemical  Conception 
of  the  Ether/*  by  MendelejefT  (1904).  It  is  a  pamphlet  of  50  pages  containing  the 
latest  viewt  of  him  to  whom  we  owe  90  much  of  our  periodic  classification. 
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Valence  with  Reference  to  Hydrogen.  The  elements  in  the 
first  three  columns  do  not  imite  readily  with  hydrogen,  and  those  in 
the  last  four  columns  show  a  valence  decreasing  by  one  at  each  step, 
from  four  in  the  fourth  column,  to  one  in  the  seventh.  For  example, 
we  have  CH4,  NH,,  OH2,  FH. 

Long  Periods.  After  the  first  fourteen  elements  it  is  not  quite 
such  plain  sailing.  Alternate  horizontal  rows  seem  to  be  better 
comparable;  for  instance,  copper  and  silver  are  more  alike  in  their 
chemical  properties  than  copper  and  rubidium;  calcium,  strontium 
and  barium  belong  together;  etc.  So  it  seems  expedient  to  arrange 
the  elements  in  long  periods  of  fourteen,  and  this  is  indicated  by 
writing  alternate  elements  coming  in  the  same  vertical  column,  first 
a  little  to  the  right,  and  then  to  the  left,  in  their  allotted  spaces. 

Postscripts  of  Three  Elements.  Even  then  we  have  groups  of 
three  elements  coming  as  postscripts  at  the  end  of  alternate  periods, 
making  each  long  period  contain  seventeen.  These  groups  of  three 
are  "  Doebereiner  triads "  with  almost  equal  sjonbol  weights,  and 
showing  marked  similarity  in  their  chemical  properties.  They  are 
sometimes  called  transition  elements,  and  not  knowing  very  well 
what  else  to  do  with  them,  we  establish  for  their  convenience  an 
eighth  vertical  colunm  outside  of  the  system  proper. 

The  Argon  Group.  When  the  rare  elements  of  the  atmosphere 
were  first  discovered  it  was  thought  that  they  dealt  a  severe  blow  to 
the  graphical  system,  but,  as  a  matter  of  fact,  they  fall  into  the  ver- 
tical colunm  to  the  left  of  the  strongest  alkalies,  and  form  what  is 
fitly  called  the  zero  group.  This  heading  is  particularly  appro- 
priate as  the  elements  in  this  group  are  not  known  to  combine  with 
anything  else,  i,e,,  they  may  be  said  to  have  a  valence  of  zero. 

Physical  Properties.  We  have  considered  enough  of  the  facts 
to  see  clearly  that,  when  the  elements  are  arranged  in  the  order  of 
their  symbol  weights,  the  chemical  properties  recur  at  definite  inter- 
vab,  i,e,f  are  periodic.  The  majority  of  the  physical  properties  are 
also  periodic. 

Curve  of  Atomic  Volumes.  The  atomic  volume  is  the  volume 
occupied  by  an  atomic  weight  in  grams  of  a  substance  in  the  solid 
state.  The  atomfc  volume  of  an  element  is  then  its  atomic  weight 
divided  by  its  density.     For  example,  the  density  of  lead  is  11.3, 

f.f.,  I  cm*  of  lead  weighs  11.3  grams.    The  symbol  weight  quantity, 

207.1 
207.1  grams,  will  occupy  — -^  cm'  and  this  (18.33)  ^  the  atomic 

volume  of  lead. 
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In  a  codrdinate  S3rstem  we  lay  off  atomic  volumes  on  the  ordinate^ 
and  atomic  weights  on  the  abscissa,  and  connecting  the  points  thus 
detennined,  obtain  the  wave-shaped  curve  shown  in  Fig.  3.  The 
recurrence  of  the  crests  and  troughs  of  waves  is  a  graphic  represen- 
tation of  the  periodicity  of  this  property.  Elements  of  similar  prop- 
erties are  foimd  in  similar  positions  on  successive  waves  of  this  curve. 
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For  instance,  metals  with  strongly  alkaline  properties  are  at  the 
summits  of  the  waves  and  the  halogens  are  on  the  ascending  portions. 

Curve  of  Melting  Points.  In  another  coordinate  system  let  the 
ordinate  represent  the  melting  point  and  the  abscissa  represent  the 
atomic  weight.  Insert  the  values  for  the  elements  and  we  obtain 
another  curve  with  waves,  demonstrating  the  periodicity  of  this 
property  also.  Easily  fusible  elements,  and  elements  which  are 
gaseous  imder  ordinary  conditions,  are  found  on  the  rising  parts,  and 
difficultly  fusible  elepients  are  at  the  troughs  of  the  waves  of  this 
ciurve. 

Curve  of  Density.  If  densities  are  laid  off  on  the  ordinate  and 
atomic  weights  on  the  abscissa  we  have  another  wave-shaped  curve. 

Other  Properties.  Many  other  properties  have  been  found  to 
be  of  a  periodic  nature.  The  conductivity  for  heat  and  for  electricity 
of  the  different  elements  are  periodic  functions  of  their  symbol 
weights.    Even  the  property  of  hardness  appears  to  be  periodic. 
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The  Periodic  Law.  Practically  every  well-defined  property  of 
the  elements  is  then  proved  to  be  a  function  of  their  symbol  weights. 
We  may  combine  all  these  facts  into  the  one  great  generalization 
known  as  the  periodic  law:  The  properties  of  the  elements,  both 
chemical  and  physical,  are  functions  of  their  atomic  weights,  and 
many  or  most  of  them  are  periodic  functions. 

Numerical  Regularities.  There  are  some  numerical  regularities 
too  striking  to  be  attributed  to  chance.  Proceeding  from  one  ele- 
ment to  the  next  in  the  horizontal  rows,  the  increase  in  the  atomic 
weight  is  approximately  two  units  in  many  cases.  For  instance,  the 
difference  Gl— Li  =  2.16;  B  —  Gl  =  1.9;  N  — C=  2.01;  O  — N  =  1.99. 

Proceeding  from  one  element  to  the  next  in  the  vertical  columns  the 
increase  in  the  atomic  weights  is  approximately  16,  or  nearly  a  whole 
number  multiple  of  16,  in  an  equally  remarkable  number  of  cases. 
For  instance,  CI  —  F  =  16.46;  Br  —  CI  =  44.46  (3  X  16  =  48); 
I  —  Br  =  47.0;    S  —  O  =  16.07;    Se  —  S  =  47.13;  etc. 

Of  course  these  atomic  weights  are  what  they  are  simply  because  we 
took  O  =  16  as  our  basis;  but  whatever  other  substance  and  number 
might  be  chosen,  these  regularities  would  still  exist,  only  the  numer- 
ical values  would  be  altered.  It  cannot  be  denied  that  in  these  regu- 
larities we  have  much  of  the  underlying  idea  of  Prout's  hypothesis. 

Usefulness  of  Law  and  Table.  The  uses  of  the  law  and  table 
are  manifold.  All  the  elements  on  one  side  of  one  vertical  column 
are  strikingly  similar  in  their  properties;  we  say  they  constitute  a 
"family."  This  furnishes  by  far  the  best  classification  we  have,  and 
it  is  the  universal  rule  in  texts  to  take  up  the  consideration  of  the 
elements  by  "families." 

Use  in  Selecting  Sjrmbol  Weights.  If  we  should  discover  a  new 
element,  and  analyze  one  of  its  compounds,  we  should  have  a  series 
of  ratios  and  series  of  possibilities  for  its  symbol  weight.  We  should 
then  select  that  one  from  these  possibilities  which  would  cause  the 
element  to  fall  in  one  of  the  vacant  places  in  the  table,  such  that  its 
properties  and  those  of  its  compounds  corresponded  with  those  of 
its  neighbors.  This  is  what  was  done  in  the  case  of  indium  and  of 
^ucinum  (otherwise  known  as  ber>'llium). 

Use  in  Correcting  Symbol  Weights.  If,  according  to  the  ac- 
cepted symbol  weight,  an  element  falls  where  it  clearly  does  not  be- 
long in  the  table,  the  chances  are  good  that  some  error  was  made  in 
determining  the  symbol  weight.  These  considerations  led  to  a  re- 
vision of  the  symbol  weights  of  molybdenum,  antimony,  and  cesiuoL 
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Predictions.  When  the  table  was  first  published,  there  were  more 
vacant  spaces  in  it  than  there  are  to-day.  Mendelejeff  ventured  to 
predict  the  discovery  of  certain  elements,  and  even  went  so  far  as  to 
describe,  rather  minutely,  the  occurrence  and  properties  of  elements 
which  had  not  been  discovered.  Search  in  the  quarters  thus  indicated, 
by  means  of  the  processes  thus  suggested,  led  to  the  discovery  of 
scandiimi,  gallium  and  germanium.  This  must  be  considered  as  a 
truly  noteworthy  achievement  for  the  periodic  law  and  table,  and  at  the 
same  time  one  of  the  most  beautiful  illustrations  of  the  value  of  gen- 
eralizations in  foretelling  the  future  and  for  guiding  research  into  the 
unknown. 

Vacant  Spaces.  The  spaces  still  vacant  may  be  considered  as 
indicating  the  existence  of  undiscovered  elements,  and  enable  us  to 
foresee  many  of  the  properties  these  elements  will  be  found  to  possess 
when  they  are  discovered.  Radioactive  phenomena  have  taught  us 
that  some  elements  disintegrate  and  gradually  disappear.  Some  of 
the  vacant  spaces  may  belong  to  elements  which  have  "lived  their 
lives"  and  have  ceased  to  exist. 

Exceptions  to  the  Law.  The  statement  we  have  made  is  the 
best  we  can  make  covering  a  truly  marvelous  regularity  in  nature, 
but  there  are  some  exceptions  to  the  generalization. 

Violations  of  the  Sequence.  A  noteworthy  exception  is  the 
position  of  tellurium,  which,  according  to  its  symbol  weight,  should 
follow  iodine,  but,  in  the  table,  it  precedes  iodine.  It  is  perfectly 
evident  that  chemically  tellurium  belongs  with  sulphur  and  selenium, 
and  not  with  chlorine  and  bromine,  while  iodine  belongs  in  the  latter 
position.  But  the  most  careful  and  painstaking  analyses  which  have 
yet  been  made  continue  to  furnish  results  showing  the  symbol  weight 
of  tellurium  as  greater  than  that  of  iodine.  The  relative  positions  of 
argon  and  potassium  furnish  another  similar  exception. 

Separated  Pairs.  Furthermore,  there  are  pairs  of  elements,  simi- 
lar chemically,  yet  not  in  the  same  vertical  columns;  such  pairs  are 
copper  and  mercury,  barium  and  lead,  thallium  and  silver. 

Other  Graphical  Representations.  There  are  several  other 
methods  of  representing  the  periodic  law  graphically.  The  simple 
change,  making  the  vertical  columns  horizontal,  and  the  horizontal 
rows  vertical,  is  obvious.  As  a  matter  of  fact  this  was  one  of 
the  forms  in  which  MendelejeflF  first  published  his  table.  Lothar 
Meyer's  original  arrangement  was  substantially  that  which  we  use 
now. 


96  THEORETICAL  AND  PHYSICAL  CHEMISTRY 

Figure  Eight.  W.  Crookes  has  suggested  a  descending  figure 
eight,  arranging  the  elements  on  what  resembles  a  switch-back  rail- 
road, in  such  a  way  that  the  rare  elements  of  the  atmosphere  fall 
beneath  each  other  where  the  tracks  cross. 

Archimedes  Spiral.  Another  arrangement  has  been  suggested 
by  Loew  and  by  Eidmann.    In  this,  ten  rays  are  drawn  through  a 
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common  center;  thus  there  is  an  angle  of  i8°  between  each  two  rays. 
The  symt)ol  weights  are  laid  of!  from  the  center  on  these  rays.  Tbe 
poinds  thus  determined,  when  connected,  give  a  nearly  perfect  Archi* 
medes  spiral.  The  two  families  into  which  each  group  may  be  divided 
fall  on  opposite  sides  of  the  same  diameter.  This  arrangement  is 
shown  in  Fig.  4. 

A  system  has  been  suggested  by  Carey  Lea  on  the  basis  of  the 
color  of  the  salts  of  the  elements.    The  particular  graphical  repre- 
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sentation  is  a  matter  of  secondary  importance.  But  the  evidence  of 
some  far-reaching  basic  regularity,  not  yet  understood,  is  nothing 
short  of  impressive. 

Discussion.  The  periodic  law  is  a  great,  a  wonderful,  generaliza- 
tion, in  that  so  many  facts  are  comprised  in  so  brief  a  statement. 
The  different  tables  and  curves  are  imperfect  representations,  and  we 
shall  doubtless  be  able  to  improve  them.  We  can  only  approximate 
the  numerical  value  of  a  given  property  of  an  element  from  its  posi- 
tion in  the  periodic  table;  we  cannot  calculate  it  with  mathematical 
accuracy.  This  demonstrates  that  there  is  more  to  learn,  but  we 
have  certainly  progressed  far  in  the  right  direction. 

As  an  accumulation  of  many  facts  into  one  law,  the  periodic  law 
and  system  must  be  considered  as  one  of  the  two  or  three  most  im- 
portant and  profitable  generalizations  in  the  science  of  chemistry. 

Protyle.  On  the  basis  of  some  experimental  work  with  yttrium, 
and  of  the  striking  regularities  brought  out  by  the  periodic  system. 
Sir  William  Crookes  (1832-  ),  in  an  article  entitled  "Genesis  of 
the  Elements,"  *  reaflSrms  the  plausibility  of  what  amounts  to  Front's 
h3qx)thesis.  He  calls  the  simpler  substance,  from  which  all  other  sub- 
stances may  be  supposed  to  have  evolved,  protyle  (from  trpo,  earlier 
than,  and  vXi;,  the  stuff  of  which  things  are  made). 

In  his  closing  paragraphs  he  says: 

If  we  consider  the  position  we  occupy  with  reference  to  the  primary  questions 
of  chemistry,  we  might  compare  research  to  a  game  of  chess.  Man,  the  investi- 
gator, is  playing,  not  with  Satan  for  his  soul,  but  with  Nature  for  knowledge  and 
power.  Each  element  has  its  allotted  moves  on  the  great  board  of  the  universe; 
some  of  them  dependent  solely  on  themselves,  and  others  on  the  interaction  of  the 
adjacent  elements.  Some  of  our  elements  may  be  compared  to  pawns,  others  to 
knights,  bishops,  or  castles.  The  game  is  fearfully  unequal.  Our  antagonist 
knows  the  power  and  the  limitations  of  every  piece,  all  the  laws  of  the  game,  all 
possible  moves,  and  is  merciless  in  exacting  penalty  for  errors.  We  experimen- 
talists know  nothing  but  what  we  have  learned  in  countless  losing  games.  But 
our  knowledge  is  increasing.  Nature  no  longer  gives  us  fool's  mate.  The  struggle 
becomes  more  obstinate,  more  exciting,  we  come  upon  new  gambits,  new  combi- 
nations, and  though  still  checkmated  at  the  last,  we  take  a  few  pawns,  perhaps  even 
a  piece  or  two.  .  .  .  But  suppose  we  one  day  win  the  game;  that  we  find  out 
what  these  obstinate  elements  really  are,  that  we  learn  how  they  came  into  being, 
and  wherefore  their  number,  their  properties,  and  their  mutual  relations  are  such 
as  we  find  them  ?  We  shall  then  know,  a  priori^  what  we  have  now  to  find  out  by 
special  experiment;  we  shall  foresee  the  results  of  every  conceivable  reaction, 
and  our  theories  will  legitimate  themselves  by  the  power  of  prediction.  To  attain 
such  knowledge  seems  to  me  the  grand  task  of  the  chemistry  of  the  coming  age. 

♦  Chem,  News,  55,  83-88,  95-99  (1887). 


CHAPTER  Vm 

SPECTROSCOPIC  EVIDENCES  AND  THE  THEORY  OF  INORGANIC 

EVOLUTION 

We  shall  now  consider  some  experimental  facts  which  start  trains 
of  reasoning  that  do  not  stop  at  atoms,  but  lead  yet  further  toward 
our  goal,  a  knowledge  of  the  ultimate  constituents. 

Light  is  an  agent  of  great  value  to  the  chemist  in  the  study  of 
properties.  The  rate  at  which  light  is  transmitted  through  different 
substances  furnishes  important  generalizations,  and  sometimes  what 
appears  to  be  a  clue  to  molecular,  and  atomic,  and  even  "infra- 
atomic  "  structure.  The  three  optical  instruments  most  used  in  chemi- 
cal laboratories  are  the  spectroscope,  refractometer,  and  polariscope. 
In  this  chapter  we  shall  consider  some  of  the  facts  obtained  with  the 
aid  of  the  spectroscope,  and  some  of  the  reasoning  from  these  facts. 

Refraction  of  Light.  The  velocity  of  light  in  vacuo  is  i8o  coo 
miles,  or  300  000  kilometers,  a  second.*    The  velocity  is  different  in 

different  media;  the  denser  the  medium 
the  less  the  velocity.  When  a  ray  of 
light  passes  from  one  medium  into  a 
denser  medium,  it  is  bent  out  of  its 
course;  it  is  refracted.  In  Fig.  5,  the 
horizontal  line  represents  the  surface  of 
contact  of  two  media.  A,  which  might 
be  air,  and  B,  which  might  be  glass. 
Let  X  represent  the  path  of  a  ray  in 
the  air.  After  it  enters  B,  its  path  is 
represented  by  V.  P,  P  is  a  perpen- 
dicular drawn  through  the  point  at  which  the  ray  strikes  the  bound- 
mg  surface.  It  has  been  found  that  the  velocity  of  light  in  i4  is  to 
the  velocity  of  light  in  B  as  the  sine  of  the  angle  f  is  to  the  sine 
of  the  angle  r.    This  ratio  is  wholly  independent  of  the  actual  angle 

•        • 

at  which  the  ray  strikes  the  bounding  surface,  and  -: —  is  a  constant, 

wilt     r 

•  A.  A.  Michclson  (1852-  )  has  determined  the  velodty  of  h'ght  to  be 
200  890  ±  60  kilometers  a  second. 

98 


SPECTROSCOPIC  EVIDENCES  99 

called  the  index  of  refraction  of  the  two  media.  It  is  denoted  by  «. 
Notice  each  medium  plays  a  part,  and  it  is  not  suflScient  to  say  the 
index  of  refraction  of  a  certain  variety  of  glass  is  1.423,  but  there 
should  be  added,  "with  reference  to  air,"  or  "with  reference  to  a 
vacuum,"  as  the  case  may  be.  The  wave  length  of  the  light  should 
be  stated  also. 

Dispersion.  White  light  consists  of  rays  of  a  great  variety  of 
wave  lengths,  and  these  are  refracted  to  diilerent  extents  upon  pass- 
ing from  one  medium  to  another.  The  shorter  the  wave  length,  the 
greater  the  refraction,  and  consequently  a  ray  of  white  light  is  spread 
out,  or  dispersed  as  we  call  it,  and  we  get  the  spectrum.  A  glass 
which  has  a  high  index  of  refraction  does  not  necessarily  give  also  a 
high  degree  of  dispersion.  Flint  glass  has  a  high  index  of  refraction 
and  the  dispersion  it  produces  is  not  exceptional.  Crown  glass  has  a 
lower  power  of  refraction  and  a  greater  power  of  dispersion.  Figure  6 
shows  the  course  of  a  ray  of  white  light  through  a  glass  prism  in  which 
it  undergoes  refraction  and  dispersion. 

Spectrum.  Light  with  the  shortest  wave  lengths  is  the  most 
refracted,  and  it  produces  the  sensation  on  the  retina  of  our  eyes 
we  call  violet.  Light  with  the 
longest  wave  lengths  is  the  least 
refracted,  and  it  produces  the 
sensation  we  call  red.  The  con- 
vention is  to  divide  the  spectrum 
into  seven  color  regions  called  in  VIBGYOR 

the  order  they  follow,  violet,  in-  ^*^-  ^* 

digo,  blue,  green,  yellow,  orange,  red.  A  convenient  way  to  remem- 
ber this  sequence  is  by  remembering  the  word  formed  by  the  initials 
of  the  colors,  VIBGYOR. 

Wave  Lengths.  The  visible  spectrum  is  but  a  fraction  of  the 
whole.  Visible  red  light  may  be  considered  as  that  with  wave  lengths 
lying  between  the  values  0.76  and  0.608^1  (microns);  visible  violet 
light  as  that  with  wave  lengths  between  0.457  and  0.400 /x.*  The 
wave  lengths  have  been  measured  with  great  accuracy,  but  individual 
judgments  may  differ  as  to  where  the  boundary  lines  should  be 
drawn  between  the  color  regions,  as  to  where  violet  ceases  and  indigo 
begins,  where  red  stops  and  orange  starts,  and  so  on. 

*  Wave  lengths  of  light  are  usually  given  in  Angstrom  units,    o.ooi  mm.  = 

o 

I  ti  (micron)  =  1000  fifj,  (millimicrons)  =  10,000  Angstrom  units.  For  methods  oi 
measuring  wave  lengths  of  light,  see  textbooks  on  physics  or  spectroscopy. 
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The  sun's  spectrum  has  been  shown  to  be  continuous  from  wave 
lengths  of  o.i  /i  to  30 /i  or  about  8  octaves. 

Other  Wave  Lengths.  Heat  and  electricity  are  also  radiant 
energy,  indistinguishable  from  light  except  in  terms  of  wave  lengths. 
The  wave  lengths  of  dark,  invisible,  infra-red  light  lie  between  0.76  /i 
and  300 /x;  those  of  dark,  invisible,  ultra-violet  light  lie  between 
0.4  /i  and  o.i  /x.  Electrical  waves  have  lengths  beginning  at  2  nmi. 
(2000  /x)  and  reaching  to  a  maximimi  limit  not  found  as  yet.  There 
is  an  unmeasured  region  lying  between  0.3  and  2  mm.  (300  /k  and 
2000 /i).    These  relationships  are  shown  in  Fig.  7. 
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Fig.  7- 

Emission  of  Light  and  Temperature.  All  liquids  and  soUds,  in 
sufficiently  thick  layers,  upon  being  heated  emit  light,  and  this  light 
contains  more  rays  of  shorter  wave  length  the  higher  the  temperature. 
They  all  begin  to  emit  visible  light  at  the  same  temperature.  We 
say  they  are  at  a  dull  red  heat,  at  about  525^0.,  and  this  light, 
examined  by  means  of  the  spectroscope,  shows  only  at  the  red  end. 
As  the  temperature  rises,  the  color  of  the  object  changes  to  bright 
red,  to  yellow,  then  to  white,  and  the  spectroscope  shows  a  simul- 
taneous extension  of  the  visible  spectrum  through  orange,  yellow, 
green,  blue,  indigo,  and  violet.  The  white-hot  liquid  or  solid  at  last 
gives  us  a  continuous,  unbroken  spectrum.* 

Some  of  the  rare  earths,  notably  the  oxides  of  thorium  and  cerium, 
when  heated,  give  us  continuous  spectra,  but  with  a  few  particularly 
brilliant  lines.  They  appear  to  have  a  selective  ability  to  convert 
the  energy  given  them  into  visible  light,  and  it  is  for  this  reason  that 
they  are  used  in  the  familiar  incandescent  gas  mantle. 

*  The  temperature  of  an  object  may  be  estimated  from  the  nature  of  the  light 
it  emits.  First  perceptible  glow,  525**;  dark  red,  700**;  beginninR  of  cherr>'  red, 
800**;  full  cherry  red,  900**;  bright  cherry  red,  1000°;  dark  yellow,  iioo";  bright 
ydk>w,  1200*^;  ''white  hot/'  1300^;  blue  white,  x4oo^ 
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Stefan's  Law.  It  has  been  found  that  the  sum  of  the  radiations 
from  a  perfectly  black  body  is  proportional  to  the  fourth  power  of 
its  absolute  temperature.  This  formulation  is  known  as  Stefan^s 
law  (Josef  Stefan,  1835-1893).  The  phrase  "perfectly  black  body" 
requires  a  little  explanation.  It  may  be  defined  as  a  body  for  which 
the  above  law  holds,  and  it  does  not  hold  for  many  substances.  For 
instance,  the  sum  of  the  radiations  from  platinum  is  more  nearly,  pro- 
portional to  the  fifth  power  of  its  absolute  temperature.  But  a  close 
approximation  to  this  theoretical  perfectly  black  body  is  fumkhed  by 
the  interior  of  a  box  or  cylinder  provided  with  a  small  window  through 
which  observations  can  be  made.  This  is  the  fundamental  principle 
upon  which  the  methods  of  optical  pyrometry  are  based. 

Bolometer.  There  is  a  region  of  maximum  intensity  of  radiation 
in  a  spectrum,  and  it  was  observed  by  S.  P.  Langley,  in  1886,  that 
the  position  of  this  maximum  moves  further  and  further  toward  the 
violet  end  the  higher  the  temperature. 

The  intensities  of  different  portions  of  a  spectriun  may  be  deter- 
mined by  means  of  an  instrument  called  a  bolometer,  invented  by 
Langley.  One  form  of  this  instrument  consists  of  two  short  fine 
platinum  wires  about  o.oi  mm.  in  diameter,  parallel  to  each  other 
and  fixed  in  a  box  insulated  from  heat.  These  two  wires  are  made 
two  arms  of  a  Wheatstone  bridge,*  and  a  feeble  current  is  kept 
passing  by  means  of  a  storage  battery.  An  extremely  sensitive  gal- 
vanometer is  inserted  in  the  bridge.  If  one  wire  is  a  little  warmer 
than  the  other,  its  resistance  increases  and  a  deflection  is  observed  in 
the  galvanometer.  This  instrument  is  remarkably  sensitive  and  may 
be  so  constructed  as  to  respond  to  a  temperature  difference  of  even 
less  than  one-millionth  of  a  degree  centigrade.  One  of  these  wires  is 
shielded,  and  the  spectrum  to  be  studied  is  caused  to  "drift"  slowly 
over  the  other,  by  moving  the  prism  or  grating  which  forms  the 
spectrum.  The  same  mechanism  which  moves  the  prism  moves  a 
sensitive  photographic  plate  downwards.  A  spot  of  light  from  the 
galvanometer  mirror  is  focused  on  this  plate,  and  thus  the  deflec- 
tions of  the  galvanometer  are  registered  photographically.  Bright 
lines  give  wide  deflections;  dark  lines  small  deflections  (or  none)  and 
it  is  a  short  process,  after  the  apparatus  is  ready,  to  thus  map  out 
the  intensity  of  a  whole  spectrum  and  to  examine  it  at  leisure. 

Wien's  Law.  In  1894,  W.  C.  W.  Wien  announced  a  simple  rela- 
tionship: The  wave  length  corresponding  to  the  maximum  emission 
*  For  description  of  Wheatstone  bridge,  see  Chapter  XXVIII. 
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of  radiant  energy  by  a  perfectly  black  body  is  inversely  proportional 
to  its  absolute  temperature.  Figure  8  is  a  diagram  which  might 
represent  the  result  of  experiments,  plotting  the  intensity  of  the  radi- 

^N.  ation  in  terms  of  vertical  height, 

^v^     along  a   horizontal  which    repre- 

.  — — —   sents  the  spectrum.     In  this  dia- 

VI    BGY    mO    R     gram,  the  maximum  intensity  is 

^^'  shown  by  the  vertical  marked  X.,. 

Wien's  law  may  be  expressed  in  the  formula  \mX  T  =  A,  where  \m 

is  the  wave  length  showing  the  maximum  intensity,  T  is  the  absolute 

temperature,  and  ^4  is  a  constant. 

Star  Temperatures.  We  are,  then,  in  a  position  to  estimate  the 
temperature  of  any  body  which  emits  radiant  energy.  In  this  way, 
it  is  possible  to  estimate  the  temperatures  of  stars,  and  many  appear 
to  be  far  hotter  than  the  sun.  The  temperature  of  the  electric  arc  is 
estimated  at  between  3000°  and  3500°,  that  of  the  sun  as  somewhat 
above  6000°.*  Sir  J.  N.  Lockyerf  suggests  the  possibility  that  some 
stars  may  have  temperatures  as  high  as  28  000°,  but  this  estimate  is 
not  generally  accepted. 

Uncertainty  about  High  Temperatures.  The  accurate  measure- 
ment of  temperature  is  limited  to  a  narrow  range,  from  about  —  250® 
to  about  +1100°,  the  region  in  which  we  can  apply  thermometers 
which  utilize  the  expansion  of  gases.  Beyond  these  limits  our  uncer- 
tainty increases  rapidly.  For  example,  estimates  of  the  melting  point 
of  platinum  var>'  from  1720°  to  1775°,  and  regarding  higher  tempera- 
tures the  uncertainty  is,  of  course,  yet  greater. 

Line  Spectra.  Numerous  substances  cease  to  give  continuous 
spectra  even  at  relatively  low  temperatures.  At  the  temperature  of 
the  bunsen  gas  flame,  they  give  us,  instead,  few  or  many  bright  lines. 
Only  gaseous  bodies  give  these  spectra  consisting  of  lines,  and  there- 
fore we  know  that  the  heat  of  the  non-luminous  bunsen  flame  is 
sufficient  to  volatilize  many  substances,  and  to  cause  elements  which 
they  contain  to  lx?come  gaseous  and  to  emit  their  characteristic  lights. 
Other  elements  require  the  higher  temperature  of  the  oxygen-hydrogen 
flame,  or  the  electric  arc,  or  the  spark  of  an  induction  coil. 

Spectroscopic  Analysis.  These  line  spectra  are  distinctly  char- 
acteristic of  the  substances  which  emit  them,  and  may  be  used  to  de- 
tect their  presence.    This  is  the  basis  of  our  methods  of  spectroscopic 

•  If  nothing  else  is  said,  the  rcntiKra<ic  temperature  scale  is  ahvays  understood. 
^  ''Inorganic  Evolution  as  Studied  by  Spectrum  Analysis"  (1900),  p.  174. 
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analjrsis.  R.  W.  Bunsen  (1811-1899)  and  G.  R.  Kirchhoff  (1824- 
1887),  in  1859,  first;^  introduced  this  method  into  chemistry.  They 
found  that  some  spectra  which  they  observed  could  not  be  duplicated 
by  any  known  elements,  and  this  resulted  in  the  discovery  of  new 
elements.  For  instance,  rubidium  and  caesium  were  discovered  by 
Bunsen  and  KirchhoS  in  186 1;  thallium  by  Crookes  and  Laney 
in  1 861;  indium  by  Reich  and  Richter  in  1863;  gallium  by  Lecoq 
de  Boisbaudran  in  1875.  ^^  we  might  add  argon,  helium,  neon, 
krypton,  and  xenon,  discovered  by  Lord  Rayleigh  (1842-  )  and 
Sir  W.  Ramsay  (1852-        )  between  1894  and  1898. 

The  spectnmi  of  helium  was  observed  in  the  corona  of  the  sun  long 
before  the  element  was  found  on  the  earth. 

The  wide  field  of  usefulness  of  the  spectroscope  is  well  illustrated 
by  the  recent  experience  of  the  Curies  in  their  search  for  the  source 
of  the  radioactivity  they  were  studying.  After  a  number  of  fractional 
crystallizations,  the  spectroscope  revealed  a  faint  new  line.  After 
further  fractional  crystallizations,  this  line  became  more  brilliant,  and 
thus  acted  as  a  guide  until  they  obtained  the  new  element,  radium.* 

Crookes'  Tubes.  A  gas  may  be  made  to  emit  its  characteristic 
spectrum  under  the  influence  of  a  high  potential  electrical  current. 
A  small  amount  of  the  gas  in  a  rarefied  condition  is  enclosed  in  a 
tube  provided  with  two  electrodes.  When  the  current  from  an  in- 
duction coil  is  led  to  these  electrodes,  the  gas  within  the  tube  becomes 
luminous,  though  not  hot,  and  its  spectnmi  may  be  examined.  Thus 
electrical  conditions  may  produce  the  same  effects  as  high  temper- 
atures, a  fact  to  be  remembered.  If  the  evacuation  of  the  tube  is 
carried  further,  down  to  about  one-millionth  of  an  atmosphere  (0.000  76 
mm.)  a  most  extraordinary  change  takes  place.  The  gas  ceases  to 
emit  its  characteristic  light  and  cathode  rays  appear.  These  will  be 
considered  in  Chapter  X.    The  tubes  are  called  Crookes'  tubes. 

Reversal  of  Lines.  If  a  vessel  containing  a  gas  is  placed  between 
the  spectroscope  and  a  source  of  white  light,  we  obtain  a  continuous 
spectrxmi  cut  up  by  dark  lines  corresponding  in  number  and  position 
to  the  lines  which  that  gas  would  emit.  This  phenomenon  is  spoken 
of  as  "reversal  of  the  lines."    J.  Frauenhofer  (1787-1826)  first  ob- 

*  Spectroscopes,  both  prism  and  dififraction  grating,  have  been  brought  to  a 
high  degree  of  perfection.  The  reader  is  referred  for  details  as  to  their  construc- 
tion and  application  in  this  absorbingly  interesting  branch  of  our  science  to  "Spec- 
troscopy," by  E.  C.  C.  Baly  (1905),  568  pp.  The  standard  work  of  reference  is 
"Handbuch  der  Spectroscopies'  by  H.  Kayser,  in  five  volumes. 
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served  such  lines  in  the  spectrum  of  the  sun,  and  these  have  ever 
since  been  called  by  his  name,  though  he  did  not  discover  their 
significance. 

Kirchho£Ps  Law.  This  discovery  was  made  by  Kirchhoff  and  is 
stated  in  his  law:  Every  glowing  vapor  emits  light  of  the  same  wave 
length  that  it  absorbs.  By  comparison  of  the  Frauenhofer  lines  with 
the  bright  lines  obtained  from  glowing  gases  we  have  been  able,  as 
is  well  known,  to  detect  many  terrestrial  elements  on  the  sun  and 
other  stars.    Thus  Kirchhoff  is  the  founder  of  stellar  chemistry. 

The  truly  amazing^  results  obtained  in  recent  years  have  been  due 
to  the  perfection  of  the  instruments  employed.  By  means  of  dif- 
fraction gratings  very  long  spectra  are  produced  and  portions  of  these 
are  photographed.  The  light  from  a  distant  star  is  faint,  and  when 
so  analyzed  and  spread  out  is  yet  fainter.  Exposures  must  often  be 
made  for  hours,  on  successive  nights.  As  many  of  the  calculations 
are  based  upon  the  slight  displacements  of  fine  lines,  some  estimate  ' 
may  be  made  of  the  extreme  accuracy  of  the  clock-work  mechanisms 
which  so  exactly  compensate  for  the  motions  of  the  earth.* 

Doppler  Effect.  The  spectra  of  some  stars  show  lines  displaced 
sideways,  sometimes  toward  the  violet,  sometimes  toward  the  red. 
This  is  known  as  the  "Doppler  effect"  (C.  Doppler,  1803-1853).  If 
a  star  is  approaching  us  rapidly,  it  is  nearer  at  each  successive  pulsa- 
tion which  goes  out  as  light,  and  so  the  lengths  of  the  light  waves  are 
shortened.  The  shorter  the  wave  length,  the  more  the  light  is  re- 
fracted, and  the  further  toward  the  violet  end  of  the  spectnun  do  we 
find  it.  If  the  star  is  receding  rapidly,  by  the  same  reasoning,  the 
wave  lengths  of  a  given  light  are  longer  than  they  should  be,  and 
hence  a  given  line  is  displaced  toward  the  red  end  of  the  spectrum. 
From  these  displacements,  we  can  tell  which  way  a  star  is  moving 
with  respect  to  us,  and  also  the  rate  at  which  it  moves. 

Double  Stars.  This  Doppler  effect  has  been  a  fruitful  phenome- 
non for  astronomers.  There  are  what  are  known  as  "double  stars,'' 
two  bodies,  each  [)erhaps  like  our  sun,  revolving  about  a  common 
center  of  gravity.  Some  double  stars  are  so  far  away  that  the  best 
telescope  will  not  show  separate  images.  Nevertheless,  the  spectro- 
scope detects  the  presence  of  two  sources  of  light,  for  spectrum  lines 
are  displaced.  When  the  two  stars  might  be  separately  visible,  one 
moving  toward  us,  the  other  away  from  us,  two  lines  appear  where 
there  should  be  but  one,  and  these  lines  are  on  opposite  sides  of  the 
*  See  *'Tbe  Study  of  Stellar  Evolution."  by  G.  E.  Hale  (1908). 
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proper  position.  When  the  two  members  of  the  double  star  are  in 
line  with  the  earth,  the  double  line  becomes  one,  only  to  separate 
again  when  the  stars  get  out  of  each  other's  way.  From  such  measure- 
ments, it  is  possible  to  determine  the  rate  of  ,rotation  about  the  com- 
mon center  of  gravity. 

Dark  Stars.  A  number  of  instances  have  been  observed  where  a 
given  line  from  some  star  moves  in  the  spectrum  in  such  a  way  as  to 
demonstrate  that  the  star  observed  is  revolving  about  some  other, 
although  this  other  is  absolutely  invisible.  In  this  way  it  has  been 
possible  to  locate  a  large  number  of  "dark"  stars  which  have  never 
been  seen. 

Absorption  Bands.  If  a  vessel  containing  a  liquid  or  a  solution 
be  placed  between  the  spectroscope  and  a  source  of  white  light,  ab- 
sorption bands  are  observed;  that  is,  definite  regions  of  the  spectrum 
are  dark.  For  instance,  a  solution  of  potassium  permanganate 
absorbs  the  middle  of  the  spectrum  and  lets  both  ends  through. 
These  absorption  bands  are  sometimes  utilized  in  chemical  analysis. 

Carbon  Monoxide  Poisoning.  Carbon  monoxide  is  a  very 
poisonous  gas,  and  poisoning  by  it  is  difficult  to  detect  by  any  ordi- 
nary method  of  analysis.  But  the  blood  has  a  characteristic  absorp- 
tion spectnmi.  Carbon  monoxide  forms  an  insoluble  compound  with 
the  haemoglobin  of  the  blood  and  alters  this  absorption  spectrum 
materially.  In  this  way,  what  would  otherwise  be  a  difficult  or  in- 
soluble problem  becomes  exceptionally  easy. 

Delicacy  of  Spectroscopic  Methods.  Spectroscopic  anal3rsis  is 
almost  exclusively  qualitative,  and  efforts  to  invent  quantitative 
methods  have  not  met  with  very  gratifying  results.  It  was,  how- 
ever, until  recently,  the  most  sensitive  method  known  for  detecting 
minute  quantities  of  substances.  The  characteristic  double  yellow 
line  has  been  observed  when  only  one  three-millionth  of  a  milligram 
of  sodium  was  present.  It  is  now  surpassed  in  delicacy  by  the 
electroscopic  method  for  determining  the  presence  of  radioactive 
substances. 

Spectra  of  Compounds.  One  might  get  the  impression  that  there 
is  a  certain  definite  set  of  lines  for  each  element  and  that  the  spectnmi 
of  a  compound  must  always  be  a  composite  picture  of  the  spectra  of 
the  elements  in  it.  This  is  by  no  means  always  the  case,  and  numer- 
ous compounds  are  known  with  characteristic  spectra  of  their  own, 
not  additively  made  up  of  the  spectra  of  their  elements.* 

*  Examples:  CO,  COs,  NH3,  NO3,  CtNt,  the  halogen  salts  of  strontium,  etc 
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Spectra  of  Argon.  One  element  may  have  two  or  even  more 
spectra,  as  different  from  each  other  as  are  the  spectra  of  different 
elements.  Argon  has  three  distinct  spectra,  depending  upon  the 
conditions  of  temperature  and  pressure  under  which  the  gas  is. 

Spectra  of  Iron.  At  what  we  may  call  low  temperatures,  iron 
gives  us  a  continuous  spectnun.  At  higher  temperatures,  we  obtain 
what  is  known  as  the  "flame"  spectrum,  which  cohsists  of  a  few  lines 
and  flutings.  These  flutings,  which  look  like  very  carefully  executed 
shading  on  a  drawing,  and  make  the  spectrum  look  like  a  succession 
of  Corinthian  columns,  are  characteristic  of  all  metals  and  other 
elements  which  require  high  temperature  for  their  volatilization. 
And  then  we  have  also  what  is  known  as  the  "arc"  spectrum  of  iron 
which  consists,  according  to  Rowland,  of  about  2000  lines.  Again, 
we  have  what  is  known  as  the  "spark"  spectrum,  in  which  some  of 
these  lines  are  much  brighter.  These  are  called  "enhanced  lines." 
At  these  higher  temperatures  some  lines  are  dimmer,  or  have  dis- 
appeared, and  some  new  lines  have  put  in  an  appearance.  And 
finally,  at  the  highest  temperatures,  and  under  conditions  where 
lower  temperatures  are  entirely  eliminated,  that  is,  conditions  realized 
only  on  the  hottest  stars,  we  have  an  iron  spectrum  consisting  of 
much  fewer  lines.* 

Spectra  of  Hydrogen.  Under  a  pressure  of  twenty  atmospheres, 
hydrogen  burning  in  oxygen  gives  a  practically  continuous  spectrum. 
We  obtain  what  is  called  the  "first"  hydrogen  spectrum  when  we 
have  the  gas  in  a  Crookes'  tube  at  not  too  low  a  pressure.  It  con- 
sists of  a  series  of  relatively  few  lines. 

Formulation  of  Series.  It  is  a  remarkable  fact  that  the  relation 
between  the  wave  lengths  of  this  series  of  lines  may  be  expressed  in 
a  mathematical  formula. 


X-»  = /!  (i -4W-»)     or    X  =  -/ 


I      m* 


.4  m'  —  4 


where  X  is  the  wave  length  and  -7  is  a  constant  equal  to  3647.20,  and 

m  is  successively  the  small  whole  integers  3,  4,  5,  6,  and  so  on  to  15. 
The  following  brief  table,  containing  only  a  few  of  many  determina- 
tions, illustrates  the  close  agreement  between  the  results  of  calculation 
by  this  formula  and  the  experimentally  observed  wave  lengths.  The 
values  are  expressed  in  .\ngstroms. 

Such  regularities  are  not  confined  to  the  spectrum  of  hydrogen 

^  See  Lockyer,  he.  cU.,  p.  32. 
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and  similax  formulations  have  been  worked  out  for  series  of  lines  in 
the  spectra  of  other  elements. 


m 

Calculated. 

Observed. 

Difference. 

Ha 

3 
4 
5 

6564.96 
4862.93 

4341.90 

6564.96 
4862.93 
4342.00 

0.0 

m 

Hy 

0.0 
0. 1 

•* »  •.••.••...••• 

Hix 

14 

3723.20 

3722.80 

— 0.4. 

••*/•  • 

•^ 

The  so-called  "second"  hydrogen  spectrum  consists  of  a  great  many 
fine  lines  which  appear  to  have  no  connection  with  this  formulation, 
and  is  obtained  if  precautions  are  taken  not  to  get  the  hydrogen 
too  hot. 

Spectra  and  the  Periodic  Law.  There  is  a  marked  similarity  in 
the  spectra  of  all  the  elements  in  one  vertical  colimm  of  the  periodic 
sjTstem.  In  general,  we  may  say  the  spectra  of  all  the  elements  in 
one  vertical  column  are  nearly  the  same  as  regards  the  relation 
between  the  wave  lengths  of  series  of  lines,  but  the  spectrum  as  a 
whole  is  pushed  further  over  toward  the  red  end  the  greater  the 
S)mibol  weight.  This  relationship  becomes  less  distinct  after  the 
first  three  groups,  but  we  are  amply  justified  in  saying  that  the  wave 
lengths  of  the  light  emitted  by  the  elements  in  a  gaseous  condition 
are  periodic  functions  of  their  s)mibol  weights. 

Stellar  Evidence.  With  the  assistance  of  such  a  formula  as 
given  for  the  hydrogen  "first"  spectrum,  it  is  possible  to  calculate 
the  positions  of  lines  which  do  not  appear  in  laboratory  investiga- 
tions. It  is  deeply  interesting  and  significant  that  Lockyer*  has 
succeeded  in  discovering  such  lines  in  the  hottest  stars.  For  in- 
stance, we  know  a  number  of  lines  characteristic  of  the  spectrum  of 
iron  as  obtained  in  the  laboratory.  We  can  calculate  the  wave 
lengths  of  other  lines  which  we  cannot  produce,  but,  directing  our 
spectroscope  at  a  hot  star,  we  find  these  lines.  Simultaneously, 
other  lines  which  were  characteristic  in  the  terrestrial  system  have 
disappeared. 

Dissociated  Elements.  In  1873  Lockyer  suggested  the  hypoth- 
esis that  our  elements  do  not  exist  in  the  form  we  know  them  in 
the  hottest  stars,  but  that  at  these  extreme  temperatures  they  are 

•  Loc,  ciL 
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dissociated  into  simpler  substances.  The  hypothesis  of  extreme  heat 
is  not  essential;  a  high  degree  of  rarefaction  and  electrical  conditions 
similar  to  those  in  a  Crookes'  tube  added  to  high  temperature  would 
produce  the  effect.  He  further  suggested  that  as  these  simpler  sub- 
stances cool,  the  elements  as  we  know  them  form,  and  thus  we  have 
a  theory  of  inorganic  evolution. 

Proto  Elements.  These  substances,  whatever  they  are,  which 
behave  as  if  they  were  the  prototypes  of  our  familiar  elements, 
Lockyer  calls  "proto"  elements,  and  he  has  made  observations  which 
indicate  the  existence  of  proto  hydrogen  (asterium  or  nebulimi), 
proto  magnesium,  proto  calcium,  proto  iron,  titaniiun,  copper,  man- 
ganese, nickel,  chromium,  vanadium,  and  strontiimi.* 

There  appear  to  be  many  facts  connected  with  spectroscopic  ob- 
servations, the  plausible  explanation  of  which  is  the  theory  that 
our  elements,  under  other  than  terrestrial  conditions,  are  dissociated 
into  simpler  substances;  i.e.,  that  the  atoms  are  split  into  simpler 
objects. 

Dissociation  of  Iron.  For  example,  it  seems  impossible  to  avoid 
the  hypothesis  that  our  element  iron  is  dissociated  into  simpler  sub- 
stances at  the  temperature  of  the  sun.  Masses  of  gas  shoot  out  from 
the  sun  at  a  rate  sufficient  to  displace  spectrum  lines  sidewa3rs,  and 
when  the  gas  is  the  vapor  of  iron,  we  find  that  all  the  iron  lines  are  not 
equally  displaced.  A  plausible  explanation  for  this  is  the  assiunption 
that  the  element  iron  in  the  sun  consists  of  at  least  two  simpler 
substances. 

The  mathematical  relationship  between  the  wave  lengths  of  differ- 
ent lines  shown  by  the  formulations  we  have  for  the  series  of  lines  in 
the  spectra  of  elements,  particularly  hydrogen,  finds  a  plausible  expla- 
nation in  the  hypothesis  that  the  atoms  are  decidedly  complicated 
compounds.    No  other  plausible  explanation  has  been  advanced. 

Zeeman  Effect.  When  a  luminous  gas,  emitting  a  characteristic 
line  spectrum,  is  placed  in  a  powerful  magnetic  field  and  is  looked  at 
through  a  spectroscope  in  a  direction  at  right  angles  to  the  magnetic 
force,  three  lines  are  seen  in  place  of  one;  the  central  line  is  in  its 
original  position  and  the  side  lines  are  equally  distant,  to  the  right  and 
to  the  left,  and  these  three  different  lights  are  found  to  be  plane 
polarized.    This  is  known  as  the  Zeeman  effect,  from  its  discoverer. 

•  The  methods,  facts,  and  reasonings  relative  lo  this  spectroscopic  evidence  and 
theory  are  interestingly  given  in  "Inorganic  Evolution,"  by  Sir  Norman  Lockyer 
(1900),  to  which  reference  has  already  been  made. 
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He  first  observed  a  broadening  of  the  lines  and  upon  increasing  the 
magnetic  field  obtained  these  triplets.* 

Charged  Corpuscles  Hypothesis.  This  effect  was  foreseen  and 
described  before  its  discovery,  by  H.  A.  Lorentz,  on  the  basis  oi^  an 
hypothesis,  which,  by  this  discovery,  acquires  a  high  degree  of  plausi- 
bility.f  This  hypothesis  is  as  follows:  Suppose  the  source  of  light  is 
rapidly-moving,  electrically-charged  corpuscles  (Lorentz  called  them 
ions);  these  corpuscles  are  probably  rotating,  and  in  various  planes. 
The  rate  of  rotation  must  determine  the  wave  length  of  the  light. 
The  rate  of  rotation  of  a  charged  body  in  a  magnetic  field  in  one 
plane  with  regard  to  the  lines  of  force  will  not  be  altered;  in  an- 
other plane,  rotation  in  the  sense  in  which  the  hands  of  a  watch 
move  will  be  accelerated,  while  that  in  the  opposite  direction  will  be 
retarded.  As  a  result,  where  we  had  originally  one  period  of  vibration, 
we  have  three. 

Elements  Complicated  Compounds.  It  can  be  demonstrated 
that  only  if  the  corpuscles  are  as  small  as  our  other  methods  of  esti- 
mating lead  us  to  suppose  them,  will  the  available  magnetic  forces 
produce  enough  displacement  to  see.  Since  the  displacement  has 
been  seen,  it  is  plausible  to  assume  that  each  line  in  the  spectrum  of 
an  element  is  produced  by  a  group  of  at  least  three  electrically-charged 
corpuscles  (probably  more)  vibrating  with  the  same  frequency.  One 
element  gives  many  lines,  and  so  our  "  atom  "  must  be  an  exceedingly 
complex  s)rstem.  The  study  of  the  Zeeman  effect  is  the  most  promis- 
ing method  we  have  at  present  for  learning  something  about  the 
"  structure  of  the  atom." 

•  P.  Zeeman  (1865-  ),  "On  the  Influence  of  Magnetism  on  the  Nature  of 
the  Light  Emitted  by  a  Substance,"  PkU.  Mag.,  43,  226-239  (1897),  and  "Doublets 
and  Triplets  in  the  Spectnun  Produced  by  External  Magnetic  Forces/'  Phil.  Mag., 

44»  55-^  (1897). 

Looking  in  the  direction  of  the  magnetic  force,  two  lines  are  seen  and  these 

lights  are  circularly  polarized  in  opposite  directions.     For  consideration  of  this 

case  and  details  regarding  the  phenomenon  consult,  for  example,  J.  J.  Thomson, 

Proceedings  of  the  Cambridge  Philosophical  Society ,  13,  p.  39. 

t  H.  A.  Lorentz,  "La  Th^rie  Electromagnetique  de  Maxwell,"  Leyde  (1892). 

"  Versuch  einer  Theorie  der  Electrischen  und  Optischen  Erscheinungen  in  Bewegtei 

Kdrpem,"  Leiden  (1895). 


CHAPTER  rX 
LUMIinFEROnS  ETHER  AND  VORTEX  RINGS 

Luminif erous  Ether.  The  undulatory  theory  of  light  b  consid- 
ered to  make  necessary  the  hypothesis  of  something  to  vibrate,  a  car- 
rier of  energy,  a  luminiferous  ether.  Newton  suggested  the  existence 
of  something  of  the  sort. 

Electromagnetic  Theory.  J.  Clerk-Maxwell  (1831-1879)  found 
it  possible  to  account  for  the  properties  of  an  electromagnetic  field 
on  the  assumption  that  all  space  is  filled  by  a  luminiferous  ether  vdth 
just  the  set  of  properties  which  it  is  necessary  to  assume  to  account 
for  the  known  phenomena  of  light. 

Difficulties.  The  fact  that  w^e  are  led  to  the  same  conclusion  by 
two  independent  lines  of  reasoning  makes  it  a  plausible  hypothesis, 
but  the  inherent  difhculties  must  not  be  overlooked.  For  instance, 
light  appears  to  come  directly  from  the  stars,  sufifering  no  deflection 
as  it  passes  through  the  layers  of  luminiferous  ether  just  outside  our 
atmosphere,  such  as  it  would  suflFer  if  the  ether  were  dragged  along 
with  the  earth.  Therefore,  it  would  seem  necessary  to  assume  that 
the  earth  ixisses  through  the  ether  without  disturbing  it.  On  the 
other  hand,  the  velocity  of  light  on  the  earth's  surface  appears  to  be 
the  same  whether  it  be  measured  in  a  direction  parallel  to  the  motion 
of  the  earth,  perpendicular  to  it,  or  op[X)sed  to  it.  Therefore  it  would 
seem  necessary-  to  assume  that  the  ether  travels  along  \nth  the  earth. 
This  is  a  t\*]iical  dilemma. 

Nature  of  Luminiferous  Ether.    Most  of  the  attributes  which 

we  apjx^ar  to  be  forced  to  assume  for  luminiferous  ether  are  mutually 

exclusive  or  inconceivable.     We  must  assume  that  it  is  homogeneous 

and  fills  all  s|>aco  continuously.    Then  it  must  be  infmitely  dixisible, 

an  inconceivability.    We  must  assume  that  it  is  a  perfect  fluid 

offering  no  resistance  to  the  passage  of  other  bodies  or  parts  of  itself, 

that  is,  it  must  be  friclionloss.    Then  any  motion  set  up  in  it  must 

persist  to  intinity  unk*ss  acted  Ujx^n  by  another  force.     We  must 

assume  that  it  is  a  jXTfectly  elastic  solid,  springing  back  to  exactly  its 

CNriginal  form  if  deformed  in  any  part,  for  it  transmits  light  Wbrations 

no 
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with  great  rapidity  and  undiminished  in  intensity.  Since  it  permeates 
all  space  and  all  substances,  we  are  immersed  in  it,  and  it  pervades  us. 
We  are  like  fishes  in  a  boundless  ocean,  with  no  sense  perception  for 
water.  We  must  assume  that  it  is  a  gas,  lighter  than  any  known  gas. 
Graetz  calculated  the  density  of  the  ether  to  be  9  X  io"~"  that  of 
water.  Sir  William  Thomson  (Lord  Kelvin)  calculated  it  to  be 
greater  than  10  ~  *^  that  of  water.  Suppose  it  to  be  between  these 
values,  or  10  ~  ^^  that  of  water.  The  weight  of  the  air  on  one  cm'  at 
the  surface  of  the  earth  is  1.033  kilograms.  The  wei^t  of  the  ether 
on  the  same  area  is  0.000000  22  mg.  It  must  be  imagined  then  as 
simultaneously,  gas,  liquid,  and  solid. 

The  Vortex  Ring  Hypothesis.  Lord  Kelvin  suggested  that  we 
may  assume  the  whole  universe  is  a  compound  of  energy  and  lumi- 
niferous  ether  as  a  carrier  of  that  energy. 

Now  a  fish,  submerged  in  a  limitless  ocean,  and  with  no  sense  to 
appreciate  water,  may,  nevertheless,  be  imagined  as  able  to  detect  a 
whirlpool  in  his  ocean.  So  we  may  be  supposed  to  be  able  to  detect 
whirlpools  in  the  ether.  In  fact,  such  whirlpools  may  be  the  only 
things  that  do  affect  our  senses. 

Imagine  a  cylinder  of  this  "ether"  extending  to  infinity  in  each 
direction  and  started  revolving  about  its  axis.  As  there  is  no  friction 
it  will  revolve  forever.  Imagine  a  section  of  this  cut  perpendicular 
to  the  axis  and  bent  in  a  circle  till  the  two  ends  come  together,  the 
motion  of  revolution  continuing.  Here  we  have  the  simplest  vortex 
ring  imaginable,  resembling  a  smoke  ring.  Nothing  will  stop  it.  It 
may  be  demonstrated  mathematically  that  it  will  move  out  of  the 
way  of  an  approaching  knife  and  will  keep  at  a  distance  from  similar 
rings.    We  have  then  here,  in  this  vortex  ring,  a  model  atom. 

We  may  tie  knots  of  different  sorts  in  our  revolving  ether  cylinder 
before  sticking  the  ends  together,  and,  if  the  motions  of  revolution 
about  the  axis  are  not  stopped  during  these  manipulations,  these  con- 
figurations are  systems  which  must  endure  to  all  eternity.  In  this 
way  we  may  imagine  atoms  of  all  our  elements. 

These  revolving  figures,  made  of  "ether"  and  kinetic  energy,  may 
come  within  each  other's  influence  and  then  it  can  be  demonstrated 
they  will  attract  each  other  and  remain  together,  furnishing  us  with 
our  molecules,  which  require  more  or  less  vigorous  agencies  to  disrupt 
them. 

The  mathematical  treatment  is  decidedly  complex,  but  these  diffi- 
culties have  been  in  a  measure  overcome,  and  a  number  of  such 
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S3rstems  have  been  demonstrated  to  be  possible.  J.  J.  Thomson  has 
done  much  towards  developing  the  mathematical  side  of  the  subject. 
The  greatest  difficulty  lies  at  the  beginning,  to  imagine  a  substance, 
luminiferous  ether,  which  carries  in  its  train  so  many  inconceivabilities. 
We  hear  less  and  less  of  this  vortex  atom  theory,  and  more  and  more 
of  the  corpuscular  or  electron  theory,  the  subject  of  the  next  chapter. 

An  Unproductive  Theory.  This  theory,  while  interesting,  has 
not  been  productive  of  new  knowledge.  It  does  not  seem  to  have 
suggested  many  lines  of  work  leading  to  new,  previously  unsuspected, 
facts.  This  is  the  test  we  should  apply  to  determine  the  value  of  our 
theories,  and  by  it  the  vortex  ring  theory  falls  to  low  rank. 

Energy  View.  The  day  is  slowly  but  surely  coming  when  it  will 
be  universally  conceded  that  all  we  know  is  energy,  and  that  the  uni- 
verse consists  of  energy  and  what  the  philosophers  term  the  "  residuum 
of  the  imknown."  This  perfectly  safe  and  conservative  view  would 
gain  ground  faster,  but  the  statement  that  all  we  know  is  energy  is 
often  gratuitously  extended  till  it  is  understood  as  denying  the  existence 
of  anything  but  known  forms  of  energy.  It  should  not  be  so  under- 
stood. It  neither  denies  nor  affirms  that  anything  has  an  exbtence 
within  the  precincts  of  the  wholly  unknown.  It  is  the  opponents  of 
the  "energy"  view  who  are  constantly  perpetrating  the  folly  of  mak- 
ing definite  assertions  regarding  the  unknown.  Another  obstacle  to 
the  acceptance  of  the  energy  view  is  the  fact  that  we  all  labor  in 
greater  or  less  degree  under  a  peculiar,  inherent  disinclination^ 
amounting  in  individual  cases  to  an  inability,  to  conceive  of  energy 
without  a  carrier  for  it,  even  though  our  efforts  to  conceive  of  this 
carrier  invariably  lead  us  to  vexatious  dilenmias  and  inconceivabilities. 
It  is  only  in  so  far  as  we  are  able  to  express  our  observations  and  our 
thoughts  in  terms  of  energy  that  we  can  avoid  being  led  into  making 
absurd  and  impossible  assumptions.    This  is  a  significant  fact. 


CHAPTER  X 
RADI0ACTIVIT7  AND  THE  ELECTRON  THEORY 

Of  particular  interest  at  the  present  time,  owing  to  the  quantity  of 
new  facts  discovered  within  recent  years,  is  the  electron  or  corpuscular 
theory.* 

Historical.  We  learned  in  Chapter  VIII  that  rarefied  gases  en- 
closed in  tubes,  variously  called  Crookes,  Plucker,  or  Geissler  tubes, 
under  the  influence  of  high  potential  currents,  emit  light  and  give 
different  spectra,  and  that  if  the  evacuation  is  carried  further,  to 
about  one-millionth  of  an  atmosphere,  a  complete  change  occurs  and 
the  cathode  sends  out  cathode  rays  perpendicular  to  itself,  independ- 
ent of  the  position  of  the  anode. 

These  cathode  rays  were  investigated  by  J.  Plucker  and  J. 
W.  Hittorf,t  W.  Crookes,t  and  others.  In  1895,  W.  C.  Rontgen 
(1845-  )  made  his  famous  discovery  of  rays  which  pass  through 
many  substances  and  affect  a  photographic  plate.  §  These  have  been 
called  X-rays  or  Rontgen  rays. 

•  Apparatus.  Figure  9  shows  one  form  of  apparatus  used  to  obtain 
these  rays.  Metallic  electrodes  are  sealed  into  a  glass  tube,  and  by 
convention  one  is  called  the  cathode  (C  in  the  figure),  and  the  other 
the  anode  {A  in  the  figure).    The  cathode  is  the  terminal  attached  to 

*  A  number  of  books  have  been  published  in  all  languages  upon  this  subject. 
Comprehensive  and  authoritative  are  four  books  by  J.  J.  Thomson:  "The  Dis- 
charge of  Electricity  Through  Gases,"  (based  on  lectures  given  at  Princeton 
University  in  October,  1896);  "Conduction  of  Electricity  Through  Gases,"  (a 
larger  book);  "Electricity  and  Matter,"  (lectures  delivered  at  Yale  University  in 
^903);  "The  Corpuscular  Theory  of  Matter,"  (lectures  delivered  at  the  Royal 
Institution  in  1906);  "Radioactivity,"  by  E.  Rutherford,  second  edition  (1905), 
and  "  Traits  de  Radioactivity,"  by  Madame  P.  Curie,  2  Vols.  (1910).  All  journals 
of  chemistry  and  physics  have  teemed  with  articles  upon  this  topic  since  about 

X897. 

t  Phil.  Trans.,  155,  1-29  (1865). 

t  Phil.  Trans.,  170,  87-164,  641-662  (1879). 

§  Curiously  enough  the  first  article  on  this  subject  in  a  scientific  journal  by 
the  discoverer  himself  did  not  appear  till  three  years  later:  Wied.  Annal.,  64,  1-37 
(1898). 
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the  wire  on  which  metals  would  deposit  if,  instead  of  producing 
X-rays,  we  used  the  apparatus  to  electrolyze  a  salt  solution. 


Fig.  9. 

Cathode  Rays.  These  electrodes  are  connected  with  a  fx)werful 
induction  coil,  fiunishing  a  rapidly  alternating  high  potential  current. 
The  impulse  in  one  direction  cannot  bridge  the  gap;  the  other  can,  and 
so  the  effect  is  as  if  we  had  an  intermittent  current  in  one  direction. 
The  gas  within  the  tube  is  pumped  out  and,  when  the  evacuation  is 
sufficient,  a  bundle  of  rays  are  seen  to  shoot  out  perpendicularly  from 
the  cathode  and  strike  the  interior  of  the  glass  opposite,  causing  the 
glass  to  fluoresce  at  that  spot.  The  anode  is  placed  at  one  side,  out 
of  the  way.    These  rays,  inside  the  tube,  are  called  cathode  rays. 

If  a  small  piece  of  mica  is  placed  in  the  path  of  the  cathode  rays 
within  the  tube,  it  intercepts  those  which. strike  it,  and  the  glass  so 
shielded  does  not  fluoresce;  the  mica  casts  a  shadow. 

X-rays.  At  the  glass  the  rays  change  in  nature  and  do  not  con- 
tinue in  a  straight  line.  Other  rays  are  sent  out  from  this  fluorescent 
spot  in  every  direction,  as  are  light  rays  from  the  flame  of  a  lamp. 
These  rays  resulting  from  the  impact  of  cathode  rays  on  the  glass,  or 
any  other  solid  which  may  be  in  their  path,  can  penetrate  into  all 
substances,  and  can  pass  through  many,  such  as  paper,  thin  sheets  of 
aluminium,  cloth,  flesh,  etc.,  and  affect  a  photographic  plate  on  the 
other  side.    These  are  the  X-ra)rs  or  Rontgen  rays.    • 

Absorption  of  X-rays.  Any  substance  absorbs  and  stops  X-rays 
to  some  extent,  and  the  interesting  fact  has  been  demonstrated  that 
the  absorption  is  entirely  independent  of  the  chemical  nature  of  the 
absorbing  material,  and  is  simply  directly  proportional  to  its  density. 
They  are  wholly  absorbed  by  thick  sheets  of  metals,  and  in  large 
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'6  stopped  by  bones;  and  so  we  can  make  tlie  now  familiar,  but 
still  suiprising  "radiographs,"  photographs  of  the  skeletons  of  living 
animals,  and  locate  foreign  substances  within  the  body. 

FIuoreBcent  Screens.  It  is  not  necessary  to  use  a  photograpliic 
plate  unless  a  permanent  record  is  wanted,  for  X-rays,  themselves  in- 
visible, striidng  upon  sulphide  of  zinc  or  barium  platinocyanide,  cause 
these  substances  to  fluoresce.  A  screen,  coated  with  one  of  these 
substances,  usually  barium  platinocyanide,  is  placed  on  one  side  of 
the  body,  the  interior  of  which  is  to  be  investigated,  and  the  source  of 
X-iays  on  the  other  side.  Where  the  rays  are  in  a  measure  absorbed, 
the  screen  shines  with  less  brilliance,  and  thus  very  striking  shadow 
pictures  are  obtained. 

This  method  is  of  great  use  in  surgery,  not  only  to  locate  foreign 
substances,  but  also  to  determine  the  nature  of  fractures  of  bones,  and 
consequently  its  technique  has  been  highly  developed.     Figure  lo 


illustrates  an  improved  tube  as  now  used.  The  cathode  C  is  curved 
in  such  a  way  that  the  rays  come  to  a  focus  at  a  spot  on  the  heavy 
metal  "  target "  or  "  anri-cathode  "  T,  which  may  or  may  not  be 
connected  with  the  anode.  The  cathode  rays  produced  by  powerful 
machines  would  soon  melt  glass.  The  focus  is  the  center  from  which 
a  hemisphere  of  X-rays  shoots  out. 

Canal  Rays.  At  the  same  time  another  set  of  rays  arises  at  the 
anode  within  the  tube  and  travels  toward  the  cathode.  IE  the  cathode 
has  a  hole  in  it,  these  anode  rays  pass  through  and  may  be  observed 
behind  it.  These  are  called  the  canal  rays.  We  have  then  here,  all 
told,  at  least  three  different  kinds  of  radiant  energy. 

Nature  of  the  Cathode  Rays.  The  cathode  rays  must  consist 
either  of  a  wave  motion  of  the  luminiferous  ether,  or  of  minute  particles 
projected  from  the  cathode.  The  latter  view  is  the  more  plausible 
for  the  following  reasons: 
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the  wire  on  which  metals  would  deposit  if,  instead  of  producing 
X-rays,  we  used  the  apparatus  to  electrolyze  a  salt  solution. 


Fig.  9. 

Cathode  Rays.  These  electrodes  are  connected  with  a  powerful 
induction  coil,  fiunishing  a  rapidly  alternating  high  potential  current. 
The  impulse  in  one  direction  cannot  bridge  the  gap;  the  other  can,  and 
so  the  effect  is  as  if  we  had  an  intermittent  current  in  one  direction. 
The  gas  within  the  tube  is  piunped  out  and,  when  the  evacuation  is 
sufficient,  a  bundle  of  rays  are  seen  to  shoot  out  perpendicularly  from 
the  cathode  and  strike  the  interior  of  the  glass  opposite,  causing  the 
glass  to  fluoresce  at  that  spot.  The  anode  is  placed  at  one  side,  out 
of  the  way.    These  rays,  inside  the  tube,  are  called  cathode  rays. 

If  a  small  piece  of  mica  is  placed  in  the  path  of  the  cathode  rays 
within  the  tube,  it  intercepts  those  which  strike  it,  and  the  glass  so 
shielded  does  not  fluoresce;  the  mica  casts  a  shadow. 

X-rays.  At  the  glass  the  rays  change  in  nature  and  do  not  con- 
tinue in  a  straight  line.  Other  rays  are  sent  out  from  this  fluorescent 
spot  in  every  direction,  as  are  light  rays  from  the  flame  of  a  lamp. 
These  rays  resulting  from  the  impact  of  cathode  rays  on  the  glass,  or 
any  other  solid  which  may  be  in  their  path,  can  penetrate  into  all 
substances,  and  can  pass  through  many,  such  as  paper,  thin  sheets  of 
aluminium,  cloth,  flesh,  etc.,  and  affect  a  photographic  plate  on  the 
other  side.    These  are  the  X-rays  or  Rontgen  rays. 

Absorption  of  X-rajrs.  Any  substance  absorbs  and  stops  X-rays 
to  some  extent,  and  the  interesting  fact  has  been  demonstrated  that 
the  absorption  is  entirely  independent  of  the  chemical  nature  of  the 
absorbing  material,  and  is  simply  directly  proportional  to  its  density. 
They  are  wholly  absorbed  by  thick  sheets  of  metab,  and  in  large 
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great.  Such  a  particle  soon  reaches  the  maximum  velocity  it  can 
attain  imder  the  circumstances  and  falls  thereafter  at  a  regular,  not  an 
accelerated,  velocity.  Sir  George  Stokes  has  formulated  this  for  small 
spheres  in  what  is  known  as  Stokes'  law.  If  v  equals  this  maximum 
velocity,  a  the  radius  of  the  sphere,  g  the  gravitation  constant,  and 

fi  the  coefficient  of  viscosity  of  the  medium,  then  t;  =  -  ^ — 

9  M 

We  know  the  viscosity  of  air  at  any  temperature,  and  we  can  pro- 
duce a  cloud  by  expansion  of  saturated  water  vapor  in  the  presence 
of  charged  corpuscles,  and  observe  the  rate  at  which  this  cloud  falls. 
This  gives  us  v,  and  substituting  in  the  formula,  we  calculate  the 
radius  of  one  sphere  of  mist,  and  from  this  its  volume.  We  can  cal- 
culate the  total  quantity  of  water  precipitated  from  the  amount  of 
the  expansion,  and  dividing  its  total  volume  by  the  volume  of  one 
particle,  we  obtain  the  total  number  of  mist  particles;  i.e.y  the  total 
number  of  charged  corpuscles.  We  can  measure  the  total  amount 
of  electricity  in  the  gas,  and  dividing  this  by  the  number  of  charged 
particles  get  the  charge  on  one  particle.* 

The  charge  is  found  to  be  3.1  X  10"  ^®  electrostatic  units,  or  io~" 
electromagnetic  imits.  This  is  practically  the  same  value  as  that 
which  has  been  calculated  for  the  charge  on  one  hydrogen  ion*  in 
solution. 

Mass  of  a  Corpuscle.    We  have  seen  that  the  value  of  —  for  a 

corpuscle  is  1.7  X  10^,  while  the  value  of  — ,for  a  hydrogen  ion  in  solu- 

tion  is  10*.  Now  that  we  have  learned  that  e  =  e\  it  follows  that 
m'  =  1700  f»,  or  1700  of  these  corpuscles  have  the  same  mass  as  one 
atom  of  hydrogen. 

Nature  of  the  Anode  Rays.  As  has  been  said,  the  anode  sends 
out  what  are  called  canal  rays.  They  produce  fluorescence  where 
they  strike  solid  bodies,  as  do  cathode  rays,  but  the  character  of  the 
light  is  different.  When  cathode  rays  strike  lithium  chloride,  a 
steely  blue  light  is  seht  out;  when  canal  rays  strike  the  same  sub- 
stance, a  brilliant  red  light  is  seen.f  The  canal  rays  are  deflected  by 
a  magnet  to  a  less  degree  than  the  cathode  rays,  and  in  a  direction 
indicating  that  they  are  particles  charged  with  positive  electricity. 

*  An  experimentally  simpler  method  of  counting  the  particles  has  been  devised 
by  H.  A.  Wilson.    Sec  "The  Corpuscular  Theory  of  Matter,"  by  J.  J.  Thomson, 

p.  15. 

t  J.  J.  Thomson,  loc.  cU.^  p.  17. 
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measures  the  value  5;  /  may  be  directly  measured;  we  have  just  seen 
how  V  may  be  calculated;  X  is  known,  and  so  we  have  numerical  values 

for  every  term  in  the  expression  except  —  and  so  can  calculate  its  value. 

PI 

It  has  been  found  that  the  value  —  is  a  constant  quantity,  1.7  X  10^ 

PI 

in  the  C.  G.  S.  system,  no  matter  what  the  velocity,  provided  only  that 
it  is  not  almost  equal  to  that  of  light.  This  is  extraordinary,  but  it  b 
yet  more  extraordinary  that  this  value  is  a  constant  no  matter  what 
the  gas  in  the  tube  and  no  matter  what  the  material  of  the  cathode. 
The  particles  must  come  from  either  gas  or  cathode,  and  so  it  is  reason- 
able to  assume  that  a  great  variety  of  substances  are  capable  of  putting 
into  existence  the  same  substance,  these  particles  or  corpuscles,  as  they 
have  been  named. 

Comparison  with  Hydrogen  Ion.    The  value  of  —  for  the  charged 

pt 

hydrogen  ion  in  solutions  is  probably  about  10^  in  the  C.  G.  S.  system, 
or  about  jtVif  the  value  of  this  same  ratio  for  the  corpuscle.  The 
mass  of  the  hydrogen  ion  may  be  considered  to  be  that  of  an  atom  of 
hydrogen,  the  lightest  item  we  have  ever  yet  had  to  consider.  Either 
the  charge  on  a  corpuscle  must  be  seventeen  hundred  times  that  on  a 
hydrogen  ion,  or  the  mass  of  a  corpuscle  must  be  one-seventeen- 
hundredth  the  mass  of  a  hydrogen  atom.  The  latter  is  much  the  more 
probable  hypothesis  for  the  following  reasons: 

Charge  on  a  Corpuscle.  Upon  suddenly  expanding  a  volume  of 
saturated  water  vapor,  it  b  cooled  and  a  mbt  forms,  each  particle  of 
dust  present  fumbhing  a  nucleus  for  a  particle  of  mbt.  Allow  time 
for  the  mbt  to  settle,  carrying  down  the  dust,  get  the  vapor  saturated 
again  and  again  expand.  There  will  be  much  less  fog  formed  because 
much  less  dust  b  present.  By  repeating  thb  process,  a  vessel  may 
be  entirely  cleared  of  dust,  and  no  cloud  will  form  as  the  result  of  an 
expansion.  Now  introduce  charged  corpuscles  and  expand  and  a  mist 
forms.  C.  T.  R.  Wilson  has  shown  that  each  charged  corpuscle  acts 
as  a  nucleus  for  a  {)articlc  of  mist.  If  wc  can  count  the  particles 
of  mist,  thb  will  give  us  the  number  of  charged  corpuscles.  We  can 
do  this. 

Stokes'  Law.  When  an  object  falls,  the  viscosity  of  the  medium 
through  which  it  is  falling  acts  like  friction  to  retard  the  fall.  When 
the  object  is  a  very  small  particle,  the  force  of  gravitation  is  propor- 
tionally small,  and  the  surface  in  contact  with  the  medium  is  relatively 
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great.  Such  a  particle  soon  reaches  the  maximum  velocity  it  can 
attain  under  the  circumstances  and  falls  thereafter  at  a  regular,  not  an 
accelerated,  velocity.  Sir  George  Stokes  has  formulated  this  for  small 
spheres  in  what  b  known  as  Stokes'  law.  If  v  equals  this  maximum 
velocity,  a  the  radius  of  the  sphere,  g  the  gravitation  constant,  and 

M  the  coefficient  of  viscosity  of  the  medium,  then  v  =  -  - — 

We  know  the  viscosity  of  air  at  any  temperature,  and  we  can  pro- 
duce a  cloud  by  expansion  of  saturated  water  vapor  in  the  presence 
of  charged  corpuscles,  and  observe  the  rate  at  which  this  cloud  falls. 
This  gives  us  v,  and  substituting  in  the  formula,  we  calculate  the 
radius  of  one  sphere  of  mist,  and  from  this  its  volume.  We  can  cal- 
culate the  total  quantity  of  water  precipitated  from  the  amount  of 
the  expansion,  and  dividing  its  total  volume  by  the  volume  of  one 
particle,  we  obtain  the  total  number  of  mist  particles;  i.e.,  the  total 
number  of  charged  corpuscles.  We  can  measure  the  total  amount 
of  electricity  in  the  gas,  and  dividing  this  by  the  number  of  charged 
particles  get  the  charge  on  one  particle.* 

The  charge  b  found  to  be  3.1  X  io~^°  electrostatic  units,  or  io~^ 
electromagnetic  units.  Thb  b  practically  the  same  value  as  that 
which  has  been  calculated  for  the  charge  on  one  hydrogen  ion-  in 
solution. 

Mass  of  a  Corpuscle.    We  have  seen  that  the  value  of  —  for  a 

e' 
corpuscle  b  1.7  X  10',  while  the  value  of  — ,  for  a  hydrogen  ion  in  solu- 

fft 

tion  b  10*.  Now  that  we  have  learned  that  e  =  e',  it  follows  that 
m'  =  1700  m,  or  1700  of  these  corpuscles  have  the  same  mass  as  one 
atom  of  hydrogen. 

Nature  of  the  Anode  Rays.  As  has  been  said,  the  anode  sends 
out  what  are  called  canal  rays.  They  produce  fluorescence  where 
they  strike  solid  bodies,  as  do  cathode  rays,  but  the  character  of  the 
light  b  different.  When  cathode  rays  strike  lithium  chloride,  a 
steely  blue  light  is  sent  out;  when  canal  rays  strike  the  same  sub- 
stance, a  brilliant  red  light  b  seen.f  The  canal  rays  are  deflected  by 
a  magnet  to  a  less  degree  than  the  cathode  rays,  and  in  a  direction 
indicating  that  they  are  particles  charged  with  positive  electricity. 

*  An  experimentally  simpler  method  of  counting  the  particles  has  been  devised 
by  H.  A.  Wilson.    See  "The  Corpuscular  Theory  of  Matter,"  by  J.  J.  Thomson, 

p.  IS- 

t  J.  J.  Thomson,  loc,  cU,,  p.  17. 


I20  THEORETICAL  AND   PHYSICAL  CHEMISTRY 

W.  Wien  has  determined  the  value  of  ~  for  the  canal  rays  by  the 

ffi 

methods  lust  described  for  cathode  rays.  The  values  are  not  con- 
stant as  for  cathode  rays,  but  vary  within  a  rather  wide  range,  and 
they  are  all  much  smaller.  The  largest  yet  found  is  lo^,  from  which 
we  are  inclined  to  surmise  that  the  canal  rays  consist  of  particles  of 
the  size  of  hydrogen  atoms  or  larger,  charged  with  positive  electricity. 
J.  J.  Thomson  has  found,  with  numerous  different  gases,  that  the 

€ 

positively  charged  particles  have  values  for  —  either  lo*  or  one-half 

this;  i.e.,  we  may  assume  them  to  contain  particles  with  the  mass  of 
the  hydrogen  atom  or  of  the  hydrogen  molecule.  This  k  extraor- 
dinarily similar  to  Prout's  hypothesis  in  a  new  form. 

The  Nature  of  X-rays.  Where  cathode  rays  strike  a  solid 
object,  we  have  a  source  of  X-rays.  What  the  nature  of  these  X-rays 
may  be  has  been  the  subject  of  much  study  and  discussion.  The 
following  is  a  plausible  hypothesis:  The  cathode  rays  consist  of 
charged  particles.  A  charged  particle  in  motion  is  surrounded  by  a 
magnetic  and  an  electric  field  of  force.  These  fields  may  be  con- 
sidered as  consisting  of  systems  of  Faraday's  tubes  of  force;  as  it 
were,  filaments  of  luminiferous  ether,  some  of  them  in  circles,  others 
extending  straight  outward  to  infinity.  While  the  corpuscle  is  mov- 
ing rapidly,  and  yet  not  with  the  velocity  of  light,  this  system  of 
filaments  will  keep  up  with  it  and  maintain  its  position  as  if  rigidly 
attached.  Bring  the  corpuscle  to  a  sudden  stop  and  the  filaments 
near  the  corpuscle  will  stop  simultaneously,  but  the  more  distant 
portions  of  the  filaments  will  continue  to  move  at  the  old  rate.  This 
produces  a  bend  in  the  filaments,  and  this  bend  proceeds  outward 
with  the  velocity  of  light  rectifying  their  positions.  Thus  the  suddenly 
stopped  corpuscle  becomes  the  origin  of  an  electric  and  magnetic 
disturbance  which  proceeds  outward  in  a  sphere  with  the  velocity 
of  light.  J.  J.  Thomson  considers  the  X-rays  to  consist  of  these 
electromagnetic  disturbances. 

Let  us  stop  a  moment  here  to  summarize  the  experimental  evidence 
before  us.  It  appears  we  can  get  corpuscles  one-seventeen-hundrcdth 
the  probable  size  of  a  hydrogen  atom,  corpuscles  the  probable  size  of 
hydrogen  atoms,  and  twice  that  size,  from  a  variety  of  substances, 
from  different  gases,  and  from  different  metals,  and  they  are  the  same 
whatever  the  gas,  whatever  the  metal.  This  is  certainly  strong  evi- 
dence that  atoms  are  not  ultimate  particles,  and  that  we  are  on  the 
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track  of  something  more  elementary  than  our  "elements."  This  hy- 
pothesis is  corroborated  by  a  large  nimiber  of  facts  which  we  have 
obtained  from  the  phenomena  of  radioactivity. 

Radioactivity.  In  1896,  A.  H.  Becquerel  (1852-  )  discovered 
that  the  double  sulphate  of  uranium  and  potassiimi  sends  out  rays 
which  pass  through  black  paper,  or  thin  sheets  of  metals,  and  affect  a 
photographic  plate.*  He  traced  this  property  to  the  element  uranium, 
which  was  therefore  called  radioactive.  He  also  discovered  that  these 
rays,  like  Rontgen  rays,  cause  gases  to  become  conductors  of  elec- 
tricity. This  last  property  is  particularly  important,  as  it  gives  us 
a  marvelously  sensitive  quantitative  method  for  detecting  and  measur- 
ing radioactivity. 

Electroscope.  The  electroscope  is  an  old  and  familiar  instru- 
ment. A  simple^form  is  a  strip  of  thin  metal,  usually  gold  or  alu- 
minium foil,  an  eighth  to  a  quarter  of  an  inch  wide,  by  one  or  two 
inches  long,  hanging  freely  over  a  wire  and  enclosed  in  a  glass  flask, 
or  in  a  box  of  any  material  with  windows  through  which  the  foil  may 
be  observed.  The  wire  carrying  the  thin  strip  passes  through  the  case 
to  an  outside  terminal.  Give  the  instrument  a  charge  of  static  elec- 
tricity, for  instance,  by  touching  the  terminal  with  a  rod  of  sealing 
wax  recently  rubbed  with  dry  flannel,  and  the  two  ends  of  the  foil 
become  similarly  charged,  repel  each  other,  and  stand  out  at  an  angle 
from  each  other.  The  size  of  this  angle  is  a  measure  of  the  charge. 
In  case  the  insulation  is  perfect,  this  angle  remains  unaltered  for  a 
long  time.  If  the  insulation  is  not  perfect,  the  charge  escapes  and 
the  ends  of  the  foil  approach  each  other.  When  a  radioactive  sub- 
stance is  brought  close  to,  but  not  touching,  the  terminal  of  the 
instnmient,  the  ends  of  the  foil  begin  to  fall  together.  Therefore, 
such  bodies  do  make  the  air  conduct  electricity  better  than  it  con- 
ducted in  their  absence. 

The  Most  Sensitive  Test.  This  method  is  the  most  sensitive 
known  to  chemists  for  detecting  the  presence  of  substances.  A  mere 
trace  of  a  feebly  radioactive  substance  in  the  midst  of  a  relatively 
large  mass  of  indifferent  material  will  affect  an  electroscope.  It  con- 
siderably exceeds  in  sensitiveness  even  our  spectroscopic  methods, 
which  have  hitherto  held  first  place.  Moreover,  it  is  quantitative,  for 
doubling  the  concentration  of  a  radioactive  substance  in  a  definite 
position  with  relation  to  an  electroscope  will  double  the  rate  at  which 
the  electroscope  is  discharged.  By  constantly  referring  to  this  in- 
*  Compt,  Rend.,  zaa,  420,  501,  559, 689,  762, 1086  (1896). 
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strumcnt,  we  can  tell  how  we  are  progressing  in  efforts  to  isolate  a 
radioactive  substance. 

In  1898,  G.  C.  Schmidt*  and  Madame  Sklodowska  Curie,t  simul- 
taneously and  independently,  discovered  that  thorium  and  its  com- 
IX)unds  send  out  rays  which  discharge  an  electroscope.  These  sub- 
stance's are  then  radioactive.  Upon  investigation,  two  minerals  of 
uranium  were  found  which  had  greater  radioactivity  than  pure 
uranium.  These  were  pitchblende,  so  complicated  a  mineral  it  may 
Ih'  Hiud  to  contain  a  little  of  almost  every  known  metal,  and  chalcolite, 
a  phosphate  of  calcium  and  uranium.  The  inference  was  obvious 
that  thi'se  niinonils  contained  an  undiscovered  substance  considerably 
n\ort'  radiivictive  than  uranium. 

MiM\sicur  and  Madame  Curie  set  about  the  discovery  of  this  new 
yulv^tauiT  cndca\'oring  to  isolate  it  from  pitchblende  by  usual  methods 
of  Analysis^.  Having  cffinrtcd  a  separation  they  determined  the  radio- 
activity of  the  printucts  with  the  assistance  of  an  electroscope.  With 
(t»  aid  they  wmid  tell  in  which  product  the  radioactive  material  was, 
aihl.  after  any  |Uxxnpitation  or  crystallization,  could  tell  that  they 
x^tHv  neariwii  their  goal  if  the  activity  had  increased.  After  they  had 
\4^laiiKN(  a  pixxluct  about  fifty  times  as  radioactive  as  their  original 
»witerial  they  tirst  saw  new  spectrum  lines.  This  illustrates  the  state- 
w\e«t  that  the  elcclnoscopc  method  of  detecting  radioactivity  much 
exvx^ciis  5|XH:trosa>pic  methods  in  delicacy. 

Polonium.  Pitchblende  was  dissolved  in  add  and  sulphides  were 
|>recipitatcd  with  hydrogen  sulphide.  The  sulphide  of  bismuth 
carried  a  very  active  material  with  it.  They  found  that  the  sulphide 
of  the  active  substance  is  more  NxJatile  than  the  sulphide  of  bismuth, 
and  so  effected  a  separation  by  sublimation  in  a  vacuum.  When 
nitric  acid  solutions  of  the  substance  with  bismuth  are  diluted,  the 
basic  nitrate  precipitates,  and  thb  is  more  active  than  that  which 
remains  in  solution.  Wlien  sulphides  are  reprecipitated  from  a  very 
acid  hydrochloric  acid  solution  with  hydrogen  sulphide,  what  precipi- 
tates is  more  actix-e  than  what  renuuns  in  solution.  Madame  Curie 
called  the  new  »uh«tance  polonium.  It  disappears  rather  rapidly, 
and  is  half  giMie  in  about  six  months.  It  is  the  first  of  our  new  radio- 
active elements  discox-ered-t 

Radium*    The  fractions  from  the  analysis  of  pitchblende  contain- 

*  ^mim/.  d,  Pkys.,  65,  141-151  (1898). 

t  Compi,  Rmi,,  126,  1101-1103  (1898). 

X  Mme.  Curie,  C^mpL  Rmi.,  127, 175  (1898). 
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ing  barium  were  also  active  and,  as  is  well  known,  the  Curies  suc- 
ceeded in  isolating  practically  pure  chloride  and  bromide  of  the  new 
element  which  they  called  radium.  The  separation  from  barium 
compounds  depends  on  the  fact  that  radium  chloride  or  bromide  is 
less  soluble  in  water  than  barium  chloride  or  bromide.  Many  frac- 
tional crystallizations  are  necessary,  and  the  quantity  of  radium  in 
pitchblende  b  so  small  that  tons  of  the  mineral  have  to  be  treated  to 
obtain  a  few  milligrams  of  radium  chloride  or  bromide. 

Madame  Curie  and  A.  Debierne*  electrolyzed  a  radium  chloride 
solution  using  mercury  as  a  cathode.  They  drove  off  the  mercury 
by  heat  in  a  current  of. hydrogen  and  obtained  metallic  radium. 
It  is  a  white  glistening  metal  which  tarnishes  rapidly  in  the  air, 
decomposes  water  violently,  and  melts  at  Ttx)**.  Its  symbol  weight 
is  226.4. 

Actinium.  A.  Debierne,t  working  on  pitchblende  residues,  traced 
down  another  radioactive  substance,  called  actinium,  which  b  asso- 
ciated with  thorium. 

Properties  of  Rays  from  Radium.  The  rays  from  radium  or  its 
compounds  cause  gases  to  conduct  electricity  and  affect  photographic 
plates.  They  produce  fluorescence  when  they  strike  the  zinc  sul- 
phide or  barium  platinocyanide  screens  used  in  connection  with 
X-ray  work.  J  They  color  glass  and  crystals  of  numerous  salts,  such 
as  potassiiun  chloride,  as  do  X-rays.  They  convert  oxygen  to  ozone, 
and  destroy  any  not  very  stable  organic  compounds.  They  decom- 
pose water  into  its  elements;  a  solution  of  a  radium  compound  evolves 
a  mixture  of  oxygen  and  hydrogen,  in  not  quite  the  stoicheiometric 
proportions,  slowly  but  unceasingly.  A  small  amoimt  of  hydrogen 
peroxide  b  formed  simultaneously  and  thb  accounts  for  the  deficiency 
in  oxygen. 

Nature  of  the  Rays  Constituting  Radioactivity.  Rutherford 
has  dfatingubhed  three  kinds  of  rays  "by  observing  whether  the  rays 
are  appreciably  deflected  in  a  magnetic  field"  and  "by  comparing 
the  relative  absorption  of  the  rays  by  solids  and  gases."  He  calk 
them  a-,  j8-,  and  7-rays.    Following  b  hb  description  of  them: 

•  Compt.  Rend,,  151,  523  (1910).    Also  Nature,  84,  313,  356,  478  (1910). 

t  Compt.  Rend.,  129,  593  (1899),  and  130,  206  (1900). 

X  Spinthariscope.  An  interesting  little  instrument  called  a  spinthariscope  is 
obtainable  at  small  cost.  A  fragment  of  not  particularly  active  material  is  mounted 
a  short  distance  above  a  coating  of  zinc  sulphide  within  a  metallic  tube.  Looking 
through  a  lens  in  one  end  of  the  tube,  brilliant  scintillations  are  seen  as  the  rays 
strike  the  screen. 
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(I)  The  a-rays  are  very  readily  absorbed  by  thin  metal  foil  and  by  a  few  centi- 
meters of  air.  They  have  been  shown  to  consist  of  positively-charged  bodies  pro- 
jected with  a  velocity  of  about  one-tenth  the  velocity  of  light.  They  are  deflected 
by  intense  magnetic  and  electric  fields,  but  the  amount  of  deviation  is  minute 
in  comparison  with  the  deviation,  under  the  same  conditions,  of  the  cathode  rays 
produced  in  a  vacuum  tube. 

(II)  The  ^-rays  are  far  more  penetrating  in  character  than  the  a-rays,  and 
consist  of  negatively-charged  bodies  projected  with  velocities  of  the  same  order 
as  the  velocity  of  light.  They  are  far  more  readily  deflected  than  the  a-rays,  and 
are  in  fact  identical  with  the  cathode  rays  produced  in  a  vacuum  tube. 

(HI)  The  7-rays  are  extremely  penetrating,  and  nondeviable  by  a  magnetic 
field.  Their  true  nature  is  not  definitely  settled,  but  they  are  analogous  in  most 
respects  to  very  penetrating  Rdntgen  rays.* 

The  a-rays  correspond  to  the  canal  or  anode  rays,  the  jS-rays  to  the 
cathode  rays,  and  the  7-rays  closely  resemble  the  X-  (or  Rontgen) 
rays,  but  have  more  power  of  penetration. 

Figure  13  is  a  diagram  first  used  by  Madame  Curie  to  illustrate  the 
difference  between  these  rays.    A  radium  compound  b  placed  in  the 

bottom  of  a  lead  tube  on  a  photographic 
plate.  A  strong  magnetic  field  is  applied 
at  right  angles  to  the  plane  of  the  paper 
and  downwards.  jS-rays  are  much  de- 
flected in  the  sense  indicating  they  are 
charged  with  negative  electricity,  a-rays 
are  less  deflected  than  appears  in  the 
figure,  in  the  sense  indicating  they  are 
charged  with  positive  electricity.  7-rays 
are  not  deflected. 

Evolution  of  Helium.  In  1903,  Ram- 
say and  Soddy  proved  that  radium 
compounds  evolve  helium  continuously. 
Rutherford  and  Boltwood  have  found 
that  helium  is  produced  from  radium 
compounds  at  the  rate  of  163  cubic 
millimeters  per  gram  radium  per  year,  and  also  proved  that  polonium 
evolves  helium.f  Extraordinary  as  the  fact  is,  it  must  be  accepted, 
for  the  observations  have  been  made  many  times  by  several  inde- 
pendent investigators.     One  element  is  actually  changing  into  an- 

*  **  Radioactivity,"  by  E.  Rutherford,  second  edition,  p.  109  (1905). 
t  £.  Rutherford  and  D.  B.  Boltwood,  JdanchesUr  Lit.  and  Phil.  Soc.  Mem.,  54, 
i-a  (1909-1910). 
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Other.  This  is  an  exceptionally  important  fact,  for  it  is  the  first 
instance  of  the  kind  definitely  established. 

Occasionally,  claims  have  been  advanced  that  one  element  could 
change  to  another,  but  they  have  not  been  verified  by  subsequent 
independent  investigators.  For  instance,  it  was  claimed  in  1889  that 
tubes  in  which  chlorine,  and  others  in  which  iodine,  had  been  sealed 
up  for  eight  or  ten  years  showed  the  chlorine  or  iodine  spectrum  with 
slowly  diminishing  distinctness,  while  the  hydrogen  spectrum  appeared 
faintly  at  fiirst,  but  with  gradually  increasing  distinctness.*  These 
observations  have  not  been  verified,  and  cannot  be  accepted  with  the 
confidence  we  may  legitimately  feel  in  these  changes  of  radioactive 
substances. 

Ramsay  recently  thought  that  lithium  and  potassium  could  be  ob- 
tained from  a  salt  of  copper  subjected  to  the  influence  of  the  radiations 
from  radium,  but  Madame  Curie  could  not  duplicate  his  results.  It  is 
then  an  open  question,  and  a  particularly  important  one,  for  though 
we  may  consider  it  as  settled  that  the  radioactive  substances  undergo 
these  changes  themselves,  it  would  be  a  much  more  wonderful  advance 
if  we  could  cause  them  to  produce  analogous  changes  in  other  sub- 
stances. 

New  Elements.  Rutherford  has  demonstrated  that  not  only 
heliiun  but  also  several  entirely  new  substances,  with  properties  so 
distinct  he  believes  them  to  be  hitherto  undiscovered  elements,  put 
in  an  appearance,  one  after  the  other,  as  a  result  of  the  radiation  from 
radium  compounds;  apparently  intermediate  products  between  radium 
and  some  end  product  about  which  we  are  not  yet  certain. 

The  amount  of  radium  disappearing  while  these  new  substances  are 
being  evolved  is  small,  too  small  to  measure  by  any  ordinary  ana- 
lytical method.  But  the  intensity  of  radiation  (rate  of  discharge  of 
an  electroscope)  is  a  measure  of  the  amount  of  radioactive  substance 
present,  and  this  makes  it  possible  to  form  estimates,  though  these 
estimates  sometimes  differ  rather  widely.  For  instance,  Rutherford 
says  half  of  any  original  quantity  of  radium  will  have  disappeared  at 
the  end  of  1300  years,  while  Debieme  is  unwilling  to  accept  so  definite 
a  time,  and  says  it  may  be  anywhere  between  250  and  2000  years. 

Application  of  Law  of  Mass  Action.  The  law  of  mass  action 
appears  to  apply  to  the  rate  at  which  a  radioactive  substance  dis- 
appears in  the  form  in  which  it  applies  to  monomolecular  chemical 

•  Sec  footnote  in  Preston's  "Theory  of  Heat,"  pp.  62-63,  and  Nature,  40, 
584  (1889). 
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reactions.  For  instance,  starting  with  four  milligrams  of  radiimi,  we 
should  find  it  half  gone  after  1300  years,  and  two  milligrams  would  be 
left.  It  would  take  another  1300  years  for  half  of  what  was  left  to 
disappear,  leaving  one  milligram;  a  third  like  period  to  halve  our 
supply  again,  and  so  on  to  eternity. 

Half  Period.  The  rate  at  which  it  disappears  is  one  of  the  most 
characteristic  properties  of  a  radioactive  substance.  It  has,  there- 
fore, been  adopted  as  a  tonvenient  numerical  property.  We  speak 
of  the  "  half  period,"  biy  which  we  mean  the  time  required  for  one- 
half  of  any  original  amount  to  disappear. 

Fixed  Proportions  of  Uranium  and  Radium.  A  number  of  min- 
erals containing  uraniimi  have  been  found  to  contain  radium  in  a  fixed 
pn^rtion.  This  is  plausibly  explained  by  assuming  that  uranium 
is  slowly  disappearing  and  changing  into  radium.  Radiiun  dis- 
appears also,  and  in  the  course  of  time  an  equilibrium  establishes 
itself,  such  that  the  amount  of  radium  formed  from  uranium  per 
unit  time  just  equals  the  amoimt  which  disappears. 

Range  of  o-Rays.  It  has  been  found  that  the  a-rays  from  a  radio- 
active substance  do  not  go  far,  only  a  few  centimeters  in  air,  and 
what  we  may  call  their  ''range"  may  be  measured;  again  by  means 
of  an  electroscope. 

Rutherford's  Table.  Following  is  a  table  which  contains  a  series 
of  the  products  due  to  the  disintegration  of  radioactive  elements,  their 
half  periods,  a  property  by  which  each  may  be  characterized,  nature 
of  the  rays  sent  out  by  each,  and  range  of  a-rays,  the  whole  based 
on  Rutherford's  table  with  a  few  minor  additions  from  other  sources. 
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A  similar  table  has  been  constructed  for  the  disintegration  products 
from  thorium,  but  it  is  hardly  desirable  to  include  it  as  these  tables 
cannot  as  yet  be  considered  as  finished.  New  facts  are  constantly 
being  discovered  and  old  ones  modified  or  revised.  One  such  table 
illustrates  adequately  the  points  of  inmiediate  importance  for  us. 

Is  Radium  an  Element?  It  may  be  thought  odd  that,  knowing  it 
splits  up  into  simpler  substances,  we  should  call  radium  an  element, 
but,  besides  the  fact  that  it  has  a  definite  spectrvun  not  obtainable 
from  any  other  known  substance,  we  have  learned  things  about  it 
which  make  it  more  logical  to  modify  our  old  ideas  regarding  elements 
than  to  exclude  radium. 

Evolution  of  Heat.  Radium  compoimds  evolve  heat  continuously 
at  a  definite  rate.  From  measurements  in  calorimeters,  it  has  been 
possible  to  determine  that  one  gram  of  pure  radium  evolves  one  hun- 
dred small  calories  an  hour,  and  this  evolution  continues  at  the  same 
rate,  no  matter  what  the  particular  compound  in  which  the  radium  is, 
no  matter  whether  it  is  at  the  temperature  of  liquid  air  or  heated  to 
1300®  in  an  electric  furnace,*  no  matter  whether  it  is  solid  or  in  solu- 
tion. This  is  very  extraordinary,  and  conclusive  evidence  that 
whatever  it  is  which  is  going  on  and  which  manifests  itself  in  these 
radiations,  it  is  not  like  any  other  known  chemical  process.  For  no 
previously  known  chemical  process  proceeds  at  a  definite  rate  regard- 
less of  temperature  and  of  the  conditions  of  aggregation  of  the  sub- 
stances involved.  We  have  here,  manifestly,  an  entirely  new  sort  of 
process,  and  the  only  plausible  h)^thesis  as  yet  suggested  is  that 
these  phenomena  are  obtained  solely  when  elements  disintegrate. 

From  these  figures  it  has  been  calculated  that  the  disintegration  of 
one  gram  of  radiiun  develops  at  least  one  hundred  thousand  times  as 
much  heat  as  can  be  obtained  by  burning  one  gram  of  carbon.  We 
may  safely  say  the  energy  involved  is  many  thousand  times  greater 
than  that  involved  in  the  most  violent  chemical  reaction  previously 

measured,  t 
We  are  dealing  here  with  greater  concentrations  of  energy  than  ever 

•  H.  W.  Schmidt  and  P.  Cermak,  Pkys.  Zeitschr.,  9,  816-821  (1908),  and  11, 
793-800  (19 10),  found  a  difference  in  amount  of  radiation  not  exceeding  5  per  cent 
at  Uiis  high  temperature. 

t  Whetham,  assuming  several  steps  in  the  disintegration  and  this  large  evolu- 
tion of  heat  at  each  step,  says:  "The  energy  liberated  by  a  given  amount  of  radio- 
active change  ...  is  at  least  500000  times,  and  may  be  10  000  000  times,  greater 
than  that  involved  in  the  most  energetic  chemical  action  known."  —  "The  Recent 
Development  of  Ph3rsical  Science,"  p.  229.     (1906). 
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before  observed,  and  this  is  a  strong  argument  in  favor  of  the  \aew 
that  we  are  for  the  first  time  observing  the  splitting  up  of  an  element 
into  simpler  substances. 

Heat  of  the  Eartii.  It  has  been  the  subject  of  some  speculation 
why  the  earth  and  sun  do  not  cool  ofif  faster  than  they  do,  and  various 
hypotheses  have  been  suggested.  The  most  recent  idea  is  that  the 
source  of  the  heat  may  be  the  disintegration  of  these  radioactive 
elements.  It  is  possible  to  estimate  the  amount  of  radioactive 
material  in  the  earth's  crust,  and  the  surprising  result  has  been 
reached  that  not  only  is  the  slowness  of  cooling  accounted  for,  but  this 
earth  ought  to  be  growing  warmer  all  the  time.  We  have  overshot 
the  mark,  but  these  calculations  are  subject  to  revision,  and  we  need 
not  fear  an  immediate  and  oppressive  change  of  climate. 

The  Rutherf ord-Soddy  Hypothesis.  Rutherford  and  Soddy  have 
advanced  the  hypothesis  that  atoms  consist  of  many  small  particles 
revolving  with  great  velocities,  and  that  occasionally  one  particle  flies 
off.  When  this  happens  we  observe  radioactivity;  i.e.,  rays  consist- 
ing of  particles,  a-rays  they  consider  as  atoms  of  helium.  /3-rays 
are  probably  corpuscles  like  those  constituting  cathode  rays.  7-rays 
are  probably  like  X-rays,  electromagnetic  disturbances  resulting  from 
the  sudden  stopping  of  j3-rays  which  start  in  the  interior  and  im- 
pinge on  another  portion  of  the  radioactive  substance  nearer  its 
surface. 

8  Rays.  To  the  three  kinds  of  rays  previously  described,  perhaps 
a  fourth  kind  should  be  added,  called  5-rays.  These  are  probably 
negatively  charged  particles  of  the  same  order  of  magnitude  as  the 
positively  charged  a-ray  particles,  readily  deflected  by  a  magnet  in 
the  same  direction  as  the  j8-rays,  having  relatively  low  velocities. and 
particularly  easily  absorbed. 

End  Product  of  Disintegration.  Now  if  a-rays  consist  of  atoms 
of  helium,  and  if  we  further  hypothecate  that  one  atom  of  radium  loses 
one  atom  of  helium,  since  the  atomic  weight  of  helium  is  four,  what 
is  left,  or  niton,  should  have  an  atomic  weight  of  226.4  —  4  or  222.4. 
Apply  this  h)^thesis  through  the  series,  and  we  obtain  the  probable 
atomic  weights  in  parentheses  in  the  table.  Since  R3  does  not  send 
out  a-rays,  it  and  RC  should  have  the  same  atomic  weight.  RF 
sends  out  a-rays;  therefore  the  next  member  of  the  series  should  have 
an  atomic  weight  of  206.4.  This  is  the  symbol  weight  of  lead,  and 
thus  Rutherford  reaches  the  conclusion  that  lead  is  probably  the  end 
product  of  the  disintegration  of  radium.    This  has  not  been  verified, 
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and  none  of  the  intermediate  atomic  weights  havfe  been  determined; 
therefore,  judgment  should  be  suspended. 

Other  Radioactive  Substances.  Lead  has  been  found  to  be 
radioactive,  but  the  experimental  results  cannot  be  said  to  have 
added  weight  to  this  hypothesis.  Potassium  is  also  radioactive,  and 
numerous  other  substances  have  been  found  to  be  more  or  less  feebly 
radioactive. 

Induced  Radioactivity.  This  difficulty  attaches  to  the  search  for 
traces  of  the  property;  any  substance,  exposed  to  a  source  of  radio- 
activity becomes  itself  a  source  of  radioactivity.  This  is  called  "in- 
duced radioactivity."  It  has  been  found  to  be  due  to  the  gas  niton, 
called  emanation  by  Rutherford,  which  condenses  on  surfaces. 

Stability  of  Elements.  If  many  a  particles  are  shot  out  in  unit 
time,  that  "element "  may  be  considered  as  a  rather  unstable  com- 
pound; if  few,  it  may  be  considered  as  rather  stable.  Our  experience 
is  mainly  with  the  latter,  for  the  former  must  have  lived  their  lives  in 
the  past  and  have  long  since  ceased  to  exist.  As  was  suggested  in 
Chapter  VII,  perhaps  these  are  the  elements  which  would  fit  into  the 
vacant  spaces  of  the  periodic  system. 

The  experimental  evidence  from  cathode,  anode,  and  X-rays,  from  a-, 
j3-,  and  7-rays,  all  alike  no  matter  what  their  source,  is  making  it  more 
and  more  plausible  to  consider  our  elements  as  compounds,  our  atoms 
as  highly  complicated  systems  of  particles  in  extremely  rapid  motion. 

Sir  Oliver  Lodge  has  suggested  that  the  atoms  of  chemistry  may  be 
looked  upon  as  solar  systems  of  corpuscles,  revolving  about  each  other 
in  definite  orbits,  with  interstitial  spaces  between  the  different  cor- 
puscles as  great,  with  reference  to  the  size  of  one,  as  the  distances  in 
our  solar  system  are  to  the  sizes  of  the  sun  and  planets.  According 
to  this,  substances  may  be  considered  as  owing  their  special  properties 
to  the  number  of  corpuscles  in  the  unit  of  the  substance  as  such  (the 
atom)  to  their  velocities,  and  to  the  particular  orbits  they  describe. 
If  we  consider  all  differences  between  substances  as  due  to  different 
combinations  of  one  thing,  we  arrive  at  a  sort  of  revised  edition  of 
Front's  hypothesis  once  more.  It  is  strange  how  that  underlying  idea 
of  one  fundamental  substance  will  not  stay  buried. 

Absorption  of  Rays.    P.  Lenard*  has  shown  that  the  absorption 

of  cathode  rays  by  different  substances  is  simply  proportional  to  the 

specific  gravity  of  those  substances  and  independent  of  their  chemical 

properties.    It  is  even  independent  of  the  condition  of  aggregation; 

•  Wied.  Annal.t  56,  255  (1895),  and  Drudcs  Annal.y  12,  714  (1903). 
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fl^.,  whether  the  absorbing  substance  be  a  gas,  a  liquid,  or  a  solid 
This  is  another  argument  in  £a\ior  of  the  view  that  all  substances 
amsbt  of  the  same  ultimate  constituent,  probably  what  we  mean  when 
we  speak  of  corpusdes.  Then  corpuscles  must  be  considered  as 
passing  unin^ieded  throu^  the  interstices  between  the  corpuscles 
of  the  atom. 

Dynamides.  Lenard  calls  the  coqiusdes  dynamides,  and  considers 
them  as  fidds  of  dectrical  force  with  impenetrable  central  bodies 
which  then  constitute  actual  matter.  He  calculated  the  diameter 
of  this  center  of  actual  matter  as  smaller  than  0.3  X  io~^®  mm. 
(0.00000000003  nun.),  .\pplying  these  results  to  platinum,  one 
of  the  most  dense  of  the  metals,  one  of  those  with  the  highest 
spednc  graWty,  he  concludes  that  a  solid  cuUc  meter  of  platinum  b 
in  truth  an  empty  space,  with  the  exception  of,  at  the  outside,  one 
cuUc  millimeter  occupied  by  the  actual  matter  of  the  dynamides. 

If  we  can  thus  reasonably  and  mathematically  so  nearly  eliminate 
the  matter  of  a  cubic  meter  of  (xie  of  our  densest  metals,  it  should 
not  be  vary  difficult  to  make  one  more  effort  and  eliminate  that 
insignificant  little  cubic  millimeter  still  remaining. 

Apparent  Mass  Due  to  Electric  Charge.  An  electrically  charged 
body  moNing  with  a  high  vdocity,  has  an  apparent  mass  greater 
than  its  normal  mass,  the  excess  being  due  to  the  electrical  charge 
in  motion. 

A  measure  of  the  mass  of  a  body  b  its  inertia.  The  work  which 
must  be  done  upon  it  to  set  it  in  motion  at  a  certain  rate  is  equal  to 
the  kinetic  energy  which  it  has  after  a  force  has  done  its  work,  or 
J  mt^.  When  an  dectrically  charged  body  is  moved,  it  produces  a 
magnetic  force  around  itself,  and  this  is  a  form  of  energy  added  to  the 
kinetic  energy.  Energy  cannot  be  created;  therefore  this  additional 
energy  must  come  also  from  the  force  doing  the  moving.  In  other 
words,  more  work  must  be  done  to  move  a  body  when  electrically 
charged  than  when  not  so  charged.  If  W  represents  the  work  re- 
quired to  move  the  mass,  and  W  the  work  required  to  move  the  charge, 
we  must  doW+W  work  to  set  the  system  in  motion.  W  is  so  small 
with  ordinary  objects  as  not  to  be  detectable,  but  the  smaller  the  mass 
and  the  greater  the  charge  and  the  greater  the  velodty  of  the  motion, 
the  greater  is  PF'  as  compared  to  W.  Applying  this  reasoning  to  the 
corpuscles,  it  may  be  calculated  that  when  their  velocity  nearly  equals 
that  of  light,  W  becomes  so  large  as  compared  to  W  that  the  latter 
practically  vanishes;  i,e.,  all  the  work  consists  in  moving  the  charge, 
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and  the  mass  in  the  ordinary  sense  of  the  word  vanishes,  or  better, 
the  observed  mass  is  nothing  but  electricity  in  motion.  This  reason- 
ing is  relatively  old,  but  it  has  not  been  possible  to  put  it  to  an  experi- 
mental test  until  recently.* 

Kaufmann's  Results.  Radiimi  sends  out  corpuscles  which  travel 
at  different  velocities,  some  relatively  slowly,  others  with  speeds 
i^roaching  that  of  light.  Those  going  fastest  should  have  the 
greatest  apparent  masses.    W.  Kaufmannf  has  determined  the  value 

of  the  ratio  —  for  these  different  corpuscles  experimentally  by  the 

methods  outlined  in  the  earlier  part  of  this  chapter.  From  these 
values,  he  calculated  the  masses  of  the  rapidly  moving  corpuscles  and 
compared  them  with  the  mass  of  a  corpuscle  moving  so  slowly  that 
W  is  insignificant  as  compared  to  W.  His  results  are  contained  in  the 
second  column  of  the  following  table.  The  first  column  contains  the 
velocities.  The  third  colmnn  contains  the  values  which  should  have 
been  obtained  if  the  observed  mass  is  ascribable  wholly  to  electricity 
in  motion. 


Velocity. 

Mass  found , 
(Mass  of  slow 
corpuscle»i). 

Mass  calculated 
on  this  hypothe- 
sis. 

2.8sXio*®  cm. /sec 

309 

2.43 
2.04 

1.83 

1.65 

3.1 
2.42 

2.0 

2.72X10**'  cm. /sec 

2.  soX  10"*  cm. /sec 

2.48X10**^  cm. /sec 

1.66 

3 .  ^6X 10*®  cm. /sec 

IS* 

•  Values  taken  from  J.  J.  Thomson.    *'  Corpuscular  Theory  of  Matter,"  p.  33. 

The  correspondence  is  surprising  and  justifies  us  in  assuming  that 
the  whole  mass  of  the  corpuscle  is  due  to  electricity  in  motion. 

•  This  idea  may  seem  strange  when  first  presented,  but  it  does  not  transcend 
aU  experience.  We  have  all  watched  with  interest  a  spinning  gyroscope  supported 
only  at  one  end  of  a  horizontal  axis  and  apparently  defying  the  laws  of  gravitation. 
We  know  it  does  not  fall  because  it  requires  a  notable  force  to  alter  the  plane  of 
the  spinning  motion.  We  formulate  this  behavior  in  the  first  law  of  motion,  which 
of  course  formulates  only  and  does  not  explain.  But  the  hypotheses  we  are  con- 
sidering also  formulate  only  and  contain  no  ultimate  explanation.  It  may  be  of 
some  help  to  liken  an  atom  to  a  gyroscope,  and  to  think  of  it  as  having  inertia; 
t.e.,  mass,  because  a  force  is  required  to  alter  the  direction  of  motion  of  the  con* 
stituent  corpuscles. 

t  Gesell.  Wiss,  GifUingen,  Nachr.,  Math.-Phys.  Klasse,  5,  219-296  (1902). 
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Thomson  says:  "  These  results  support  the  view  that  the  whole 
mass  of  these  electrified  particles  arises  from  their  charge."  * 

Electron.  The  corpuscle  then  contains  no  kernel  of  "matter," 
hard  and  unyielding,  a  "carrier"  of  energy;  it  k  simply  an  electric 
charge  in  motion.  The  term  electron  was  substituted  by  Stoney  for 
the  term  charged  corpuscle,  to  indicate  in  the  name  itself  the  electrical 
nature  of  these  ultimates  of  our  present  knowledge. 

We  have  found  numerous  reasons  for  thinking  that  an  atom  consists 
of  a  complicated  system  of  electrons  moving  in  orbits  with  velocities 
approaching  that  of  light.  We  may  then  say,  as  the  mass  of  each 
electron  is  merely  a  manifestation  of  electricity  in  motion,  the  atom  as 
a  whole  owes  what  we  call  its  mass  to  electrical  charges  in  motion, 
and  if  the  atom,  then  the  molecule  and  all  aggregations  of  molecules 
and,  in  short,  every  body,  object,  substance,  thing  in  the  objective 
universe  consists  of  complicated  systems  of  electrical  charges  in  rapid 
motion.  The  concept,  matter,  becomes  superfluous  as  the  property, 
mass,  is  more  logically  accounted  for,  and  the  universe  we  study  be- 
comes a  universe  of  energy  in  motion.  This  may  appear  to  some 
readers  an  extreme  view  and  distasteful,  but  it  b  certainly  logical  and 
when  its  novelty  has  worn  off  a  little,  it  will  be  found  more  acceptable, 
because  more  reasonable  than  any  other  hypothesis  yet  suggested 
regarding  the  ultimate  constituents. 

Atoms.  Notice  that  this  does  not  eliminate  the  concept  atom  at 
all.  On  the  contrary,  it  describes  it  in  greater  detail  and  lends  it  a 
reality  it  never  before  possessed.  Our  atoms  can  no  longer  be  thought 
of  as  ultimates  and  indivisible,  but  must  be  imagined  as  highly  com- 
plex compounds,  distinguished  from  all  other  compounds  by  their  ex- 
treme stability,  a  stability  not  destroyed  by  the  forces  we  can  control, 
unless  the  electrodes  in  Rontgen  tubes  can  be  demonstrated  to  be 
undergoing  a  disintegration,  like  uranium,  thorium,  or  radium.  Our 
atoms  still  remain  in  our  thoughts  the  units  of  our  so-called  elements, 
though  not  the  ultimate  units,  and  we  may  still  consider  ordinary 
chemical  processes,  with  the  aid  of  our  old  and  useful  mechanical 
model,  the  atomic  theory. 

Electron  Theory  Offers  Plausible  Explanations.  The  adop- 
tion of  this  electron  theory  furnishes  us  with  a  plausible  explanation 
of  many  facts.  For  instance,  we  may  think  of  valence  as  follows: 
An  atom  less  one  electron,  or  plus  one  electron,  may  be  considered  as 
electrically  charged,  and  therefore  capable  of  attracting  other  bodies, 

•  "Electricity  and  Matter."  p.  48. 
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equally  and  oppositely  charged,  to  form  electrically  neutral  systems. 
An  atom  less  two  electrons,  or  with  two  electrons  in  excess,  would 
have  twice  the  capacity  for  combination,  it  would  be  what  we  call 
bivalent,  and  so  on.  Again,  an  electronic  structure  of  the  atom 
furnishes  a  plausible  explanation  of  the  rotation  of  the  plane  of  polar- 
ized light.  Hitherto,  the  customary  cause  and  eflFect  connection 
between  the  explanation  and  the  fact  has  been  entirely  lacking. 
Granting  the  actual  objective  existence  of  tetrahedral  carbon  atoms, 
with  different  groups  asymmetrically  arranged  at  the  apices,  the 
question  still  remains,  why  should  such  a  structure  be  able  to  rotate 
the  plane  of  polarized  light?  Grant  that  the  molecule  consists  of 
systems  of  charged  corpuscles  traveling  in  well-defined  orbits,  with 
velocities  approaching  that  of  light,  and  we  can  see  that  light,  con- 
sisting of  electromagnetic  disturbances,  traversing  this  maze,  must 
be  influenced. 

Faraday's  Opinion.  Michael  Faraday  is  acknowledged  to  have 
been  one  of  the  ablest  of  experimenters  and  clearest  of  thinkers.  It 
is  therefore  of  present  interest  to  notice  what  his  opinions  were  re- 
garding the  ultimate  constituents.  In  an  article  publisl\ed  in  1844, 
he  says: 

If  we  must  assume  at  all,  as  indeed  in  a  branch  of  knowledge  like  the  present 
we  can  hardly  help  it,  then  the  safest  course  appears  to  be  to  assume  as  little  as 
possible,  and  in  that  respect  the  atoms  of  Boscovich  appear  to  me  to  have  a  great 
advantage  over  the  more  usual  notion.  His  atoms,  if  I  understand  aright,  are 
mere  centers  of  forces  or  powers,  not  particles  of  matter,  in  which  the  powers  them- 
selves reside.  If,  in  the  ordinary  view  of  atoms,  we  call  the  particle  of  matter  away 
from  the  powers  a,  and  the  system  of  powers  or  forces  in  and  around  it  m,  then  in 
Boscovich's  theory  a  disappears,  or  is  a  mere  mathematical  point,  whilst  in  the 
usual  notion  it  is  a  little  unchangeable,  impenetrable  piece  of  matter,  and  m  is  an 
atmosphere  of  force  grouped  around  it.  .  .  .  To  my  mind,  therefore,  the  a  or 
nucleus  vanishes,  and  the  substance  consists  of  the  powers  or  m;  and  indeed  what 
notion  can  we  form  of  the  nucleus  independent  of  its  powers?  All  our  perception 
and  knowledge  of  the  atom,  and  even  our  fancy,  is  limited  to  ideas  of  its  powers; 
what  thought  remains  on  which  to  hang  the  imagination  of  an  a  independent  of 
the  acknowledged  forces?  A  mind  just  entering  on  the  subject  may  consider  it 
difficult  to  think  of  the  powers  of  matter  independent  of  a  separate  something  to 
be  called  ihe  matter^  but  it  is  certainly  far  more  difl5cult,  and  indeed  impossible, 
to  think  of  or  imagine  that  matter  independent  of  the  powers.  Now  the  powers  we 
know  and  recognize  in  every  phenomenon  of  the  creation,  the  abstract  matter  in 
none;  why  then  assume  the  existence  of  that  of  which  we  are  ignorant,  which  we 
cannot  conceive,  and  for  which  there  is  no  philosophical  necessity?* 

*  "Experimental  Researches  in  Electricity,"  by  Michael  Faraday,  Vol.  2, 
pp.  289-91. 
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We  have  reached  the  frontier  of  our  science  in  its  search  for  the 
ultimate  constituents. 

Summary.  Spectroscopic  evidence  leads  us  to  believe  that  at  the 
higher  temperatures,  lower  pressures,  and  different  electrical  condi- 
tions which  seem  to  prevail  on  some  stars,  our  elements  are  dissociated 
to  simpler  substances,  perhaps  one  substance,  and  that  with  descending 
temperatures  elements  with  larger  symbol  weights  are  formed  by  a 
process  of  inorganic  evolution. 

Radioactive  evidence  leads  us  to  believe  that  elements  with  large 
symbol  weights  are  dissociating  and  giving  those  with  small  symbol 
weights,  and  evolving  immense  quantities  of  heat  in  the  process. 

It  seems  as  though  we  were  gradually  learning  about  segments  of  a 
great  cycle,  but  many  segments  are  missing,  and  we  are  far  from  imder- 
standing  the  cycle  as  a  whole. 

What  we  observe  and  measure  is  always  and  exclusively  heat,  light 
and  electricity.  These  are  essentially  the  same  thing,  vibrations,  dif- 
fering only  in  wave  length.  They  may  then  be  considered  as  one  form 
of  energy.  We  reach  an  astonishingly  simple  result.  All  we  observe 
is  energy.  All  energy  is  motion.  The  time  appears  to  be  approaching 
when  we  shall  be  able  to  formulate  mathematically  every  substance 
and  every  process  in  terms  of  motion;  that  is,  in  ratios  between  time 
and  space. 


SECTION    III 

PROPERTIES 


CHAPTER  XI 
GASES 

Thus  far  we  have  been  engaged  primarily  with  the  efforts  to  answer 
the  question,  what  are  the  ultimate  constituents?  We  have  found 
it  rather  comprehensive  and  not  finally  answerable.  In  the  next 
nine  chapters  we  shall  consider  in  some  detail  certain  properties 
characteristic  of  the  several  conditions  of  aggregation.  This  is  the 
customary  plan,  but  we  shall  modify  it  slightly,  reserving  the  con- 
sideration of  all  processes,  so  far  as  possible,  for  the  last  eleven 
chapters. 

The  definition  of  a  gas  and  the  gas  laws  have  been  given  in  Chapter 
III,  and  need  not  be  repeated.  We  shall  now  take  up  the  kinetic 
theory  of  gases  as  all  necessary  preliminary  facts  have  been  presented. 

Kinetic  Theory  of  Gases.  Chemists,  starting  from  the  hypo- 
thetical unit,  the  atom,  found  it  necessary,  as  we  have  seen,  to  assume 
the  existence  of  aggregates  of  two  or  more  atoms  to  form  molecules. 
They  further  found  it  desirable,  if  not  necessary,  to  form  a  definite 
picture  of  the  structure  of  a  gas,  and  so  adopted  Avogadro's  theory. 
This  really  contains  the  most  fundamental  assumption  of  the  kinetic 
theory  of  gases,  namely,  that  they  consist  of  discrete  particles,  con- 
veniently called  molecules.  Other  facts,  more  physical  than  chem- 
ical, led  to  the  elaboration  of  the  theory.  This  is  one  of  the  many 
instances  where  the  two  sciences  meet  and  merge,  instances  which 
are  so  frequent  that  no  adequate  knowledge  of  either  subject  can  be 
had  without  a  reasonable  acquaintance  with  the  main  facts  and 
theories  of  the  other. 

Earliest  Suggestions.  Daniel  Bernoulli  (1700-1782),  in  1738, 
suggested  essentially  the  same  theory  we  have  since  adopted.*    J.  J, 

*  D.  Bernoulli,  (sometimes  spelled  Bemouilli), '' Hydrodynamica "  (1738}. 

13s 
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Waterston  presented  the  hypothesis  to  the  Royal  Society  in  London, 
in  1845,  b^^  ^  paper  was  not  published,  the  editors  evidently  not 
appreciating  its  worth.  Lord  Rayleigh  dkcovered  it  in  the  archives 
and  caused  it  to  be  published  in  1892.*  Kroenig,  Clausius,.  Maxwell, 
Boltzmann,  0.  E.  Meyer,  and  van  der  Waals  are  most  prominently 
associated  with  its  development. 

We  shall  approach  the  subject  inductively,  stating  experimental 
facts  first  and  then  suggesting  plausible  explanations  for  them. 

Spectrum.  A  gas  absorbs  light  of  definite  wave  lengths.  The 
absorption  must  be  due  to  the  substance  of  the  gas,  because  the 
dark  lines  are  the  same  whether  the  gas  is  under  a  low  pressure  and 
occupying  a  large  volume,  or  under  a  high  pressure  and  occupying  a 
small  volume.  Therefore  the  substance  of  the  gas,  the  matter,  if 
you  will,  does  not  change  when  the  volume  changes.  A  plausible  ex- 
planation for  this  is  that  a  gas  consists  of  small  discrete  particles,  at 
a  distance  from  each  other  with  space  between  them.  For  then 
an  increase  in  volume  implies  an  increase  in  the  space  and  no  change 
in  the  particles  themselves. 

Transmission  of  Odors.  A  gas,  liberated  in  an  empty  vessel,  fills 
that  vessel  homogeneously,  or  an  odor,  liberated  at  one  place  in  a 
room,  soon  fills  the  room.  A  heavy  gas,  like  bromine,  liberated  at  the 
bottom  of  a  cylinder  filled  with  a  lighter  gas,  like  hydrogen,  diffuses 
upward,  against  the  attraction  of  gravitation,  until  the  cylinder  is 
homogeneously  filled.  A  plausible  explanation  for  these  facts  is  that 
the  discrete  particles  of  the  gas  are  in  motion. 

A  gas,  liberated  in  a  vacuum,  fills  that  vacuum  practically  instantly. 
Therefore  we  must  assume  the  motion  of  the  particles  to  be  very 
rapid.  They  must  be  some  distance  apart,  othen^ise  the  attraction 
which  we  must  assume  they  exert  on  each  other  would  hold  them  to- 
gether and  prevent  them  from  thus  filling  any  containing  vessel. 

Cannot  Separate  by  Diffusion.  A  gas  which  is  a  chemical  in- 
dividual (not  a  mixture)  cannot  be  separated  by  diffusion  through 
porcelain,  or  any  other  known  membrane  with  fmc  openings,  into  two 
portions,  one  portion  able  to  diffuse  more  rapidly  than  the  other  in  a 
subsequent  experiment.  If  there  were  any  difference  in  the  sizes  of 
the  discrete  particles,  we  should  doubtless  succeed  in  finding  an  ap- 
propriate  membrane  and  effecting  such  separation  into  portions  diffus- 

•  Watcrston's  memoir,  entitled  "On  the  Physics  of  Media  that  .Are  Composed 
of  Free  and  Perfectly  Elastic  Molecules  in  a  State  of  Motion, "  was  received  Decem- 
ber ix,  1845-    It  was  published  in  Phil.  Trans.,  183,  i  (189a). 


GASES  137 

ing  with  difiFerent  rapidities.  A  plausible  explanation  for  our  failure 
to  accomplish  this  is  that  all  the  particles  are  the  same  in  size  and 
weight. 

Pressure.  Gases  exert  pressures  on  the  sides  of  containing  vessels. 
We  can  think  of  no  other  explanation  for  this  than  that  gases  consist 
of  particles  in  motion  which  hit  the  sides,  and  the  sum  of  all  the  im- 
pacts is  the  pressure  we  observe.  The  particles  must  also  hit  each 
other. 

Elasticity.  If  the  particles  hit  each  other  or  the  sides  of  the 
vessel  and  rebounded  with  less  velocity  than  they  had  originally, 
after  enough  contacts  they  would  come  to  rest  and  would  lose  their 
property  of  filling  any  vessel  completely.  But  a  gas  does  not  lose 
this  property  upon  standing  and  the  pressure  does  not  diminish  in 
case  the  temperature  remains  the  same,  so  the  particles  must  be 
imagined  as  rebounding  with  undiminished  velocities,  that  is,  they 
must  be  imagined  as  perfectly  elastic.  The  walls  of  the  containing 
vessels  must  also  be  considered  as  perfectly  elastic.  This  is  a  reason- 
able enough  supposition  when  we  consider  the  excessively  minute  de- 
formations which  would  be  produced  by  such  small  impacts. 

Formulation.  Starting  from  the  assumptions  which  we  have 
reached  by  this  reasoning,  it  is  possible  to  develop  an  interesting 
formula.  Different  molecules  in  one  gas  doubtless  have  different 
velocities,  but  there  must  be  an  average  velocity.  Let  c  equal  this 
average  velocity  of  a  molecule,  the  distance  covered  in  unit  time. 
Let  m  equal  the  mass  of  one  molecule.  Consider  a  cube  the  length  of 
any  edge  of  which  is  /.  Imagine  one  molecule  moving  back  and 
forth  perpendicularly  to  one  pair  of  sides.  It  hits  one  side  with  a 
force  cm,  and  rebounds  with  undiminished  velocity.  (The  same 
velocity  with  opposite  sign.)     So  the  pressure  exerted  on  one  side 

Q 

due  to  one  impact  is  2  cm.    The  number  of  impacts  in  unit  time  is  -, . 

The  pressure  is  then  2  mc  multiplied  by  the  nimiber  of  impacts,  or 
2  mc^ 


I 

If  the  direction  is  not  perpendicular  to  any  pair  of  sides  it  may 

be  resolved  by  the  parallelogram  of  forces  into  three  components, 

each  of  which  will  be  perpendicular  to  one  pair  of  sides.    Let  u,  r,  and 

,                        .     .1       .1.                   .2  mu^  ,   2  mv^  ,   2  m^ 
w  be  these  components,  then  the  pressure  is  — -. — | -. 1 — 

But  «*  +  c*  +  le;*  =  c*,  a  well-known  proposition  of  solid  geometry. 
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Therefore  — j—  holds  for  the  pressure  exerted  by  one  molecule  no 

matter  what  its  direction. 

Let  «  =  the  nimiber  of  molecules,  then  — -. —  =  the  total  pressure. 

A  cube  has  six  sides  so  one-sixth  of  the  pressure  falls  on  a  side.  When 
we  measure  the  pressure  of  a  gas  with  a  barometer  or  gauge  of  any 
kind  we  are  measuring  this  pressure  which  falls  on  one  side.    We 

denote  it  by  p,  and  therefore  p  ^ r— • 

o 

The  volimie  of  a  cube  is  the  length  of  an  edge  raised  to  the  third 
power  or,  for  our  cube,  P.  We  may  consider  we  took  a  cube  of  edge 
equal  to  unity.     One,  raised  to  the  third  power,  is  one,  /  =  /*, 

therefore  /  =  r,  or  ^  = 1  or  ^  =  -  mwc*. 

3     V  3 

Extending  the  Formula  to  any  Vessel.  The  formula  applies  to 
any  body  of  gas,  whatever  its  size  or  shape,  for  we  may  consider  any 
volume  made  up  of  many  small  cubes.  For  each  cube  the  formula  will 
hold,  and  it  will  hold  for  the  whole  volume  occupied  by  all  the  cubes, 
for  the  pressures  on  the  adjacent  sides  of  any  two  cubes  are  equal  and 
opposite  and  so  balance  each  other;  therefore  the  side  or  division  may 
be  considered  as  not  there.  The  smaller  the  cubes  the  more  nearly 
they  fill  the  vessel  until,  if  they  are  infinitesimally  small,  they  fill 
the  vessel  completely.  Consequently  the  formula  must  hold  for  any 
vessel  whatever. 

Heat  a  Mode  of  Molecular  Motion.  If  we  alter  the  tempera- 
ture of  a  gas  we  know  that  the  value  pv  is  altered.  If  pv  alters,  so  must 
}  mnc^  alter  in  the  same  measure.  But  m,  the  mass  of  one  molecule, 
cannot  be  imagined  as  altering,  nor  can  n,  the  number  of  molecules. 
TTierefore  the  average  velocity,  c,  the  only  term  left,  must  alter,  and 
the  square  of  the  average  velocity  appears  to  be  a  measure  of  the 
temperature. 

These  considerations  gave  rise  to  our  present  idea  that  heat  is  a 
mode  of  molecular  motion.  Besides  this  translator/  motion  just 
formulated  we  imagine  the  discrete  particles,  the  molecules,  to  have 
motion  of  rotation  about  their  axes  and  also  we  imagine  the  atoms 
within  the  molecules  to  have  some  sort  of  motion  with  respect  to 
each  other. 

The  Absolute  Zero.  When  c  equals  zero,  the  product  pv  must 
equal  zero  and  we  have  the  absolute  zero  of  our  temperature  scale 
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which  we  reached  graphically  in  Chapter  III.  At  this  temperature 
we  must  imagine  that  the  molecules  no  longer  fly  about.  Notice  that 
if  we  assume  p  equals  zero  when  c  equals  zero,  the  product  pv  becomes 
zero  and  yet  the  volume  v  may  have  any  value  whatever. 

The  first  suggestion  of  such  a  point  as  an  absolute  zero  was  made  by 
Amonton  in  1702.  His  results  would  have  given  —  240®  on  the  centi- 
grade scale.  Lambert  utilized  Amonton's  results,  but  from  his  own 
more  careful  experiments  concluded  that  the  point  was  at  —270°. 
By  extrapolation  from  the  gas  laws  we  are  led  to  adopt  —273° 
although  all  gases  first  liquefy,  then  solidify,  and  the  gas  laws  do  not 
apply.  Assuredly  the  volume  would  not  become  equal  to  zero,  and 
it  is  easier  to  think  of  the  pressure  falling  to  zero. 

Conductiyity  of  Metals.  Pure  elementary  metals  offer  less 
resistance  to  the  passage  of  electrical  energy  the  colder  they  are.  If 
we  plot  the  resistance  as  a  function  of  the  temperature  on  a  coordinate 
system,  laying  off  temperatures  on  the  horizontal  and  resistance  on 
the  vertical,  we  obtain  for  each  pure  metallic  element  nearly  a  straight 
line.  While  these  lines  are  distributed  much  like  the  ribs  of  a  fan 
through  the  space,  the  general  tendency  of  them  all  is  to  point  to  a 
position  on  the  horizontal  axis  somewhere  near  —  273*^  on  the  centi- 
grade scale.  In  other  words,  the  resistance  of  these  metals  would 
apparently  become  equal  to  zero  if  they  were  brought  to  the  absolute 
zero. 

This  is  a  rather  rough  approximation,  for  plotting  actual  experi- 
ments as  described  it  would  appear  as  though  copper  should  have 
a  resistance  of  zero  at  —223°  and  yet  at  the  boiling  point  of  liquid 
hydrogen,  —252.5°,  it  still  has  i  per  cent  of  the  resistance  it  has 
at  0°.  At  —252.5°  gold  and  platinum  have  3  per  cent,  silver  4  per 
cent,  and  iron  12  per  cent  of  the  resistance  they  have  at  0°.* 

Thermodynamic  Method.  In  1848  Lord  Kelvin  applied  the 
thermodynamic  principles,  namely,  that  a  perfect  engine  should  give 
the  same  amount  of  work  on  any  part  of  the  scale  when  the  difference 
in  temperature  between  the  boiler  and  the  condenser  is  one  degree,  and 
that  when  the  condenser  is  at  absolute  zero  all  heat  passing  through 
the  machine  must  be  converted  to  work,  to  an  absolute  method  of 
temperature  measurement  independent  of  the  properties  of  any  par- 
ticular substance.  He  reached  the  conclusion  that  there  is  an  absolute 
zero  at  —  273°. 

*  Sir  James  Dewar.  Presidential  address  at  Belfast  (1902).  Reprinted  in 
Science,  October  3,  zo,  and  17,  1902. 
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This  conclusion,  based  as  it  is  then  on  three  different  and  indepen- 
dent lines  of  reasoning,  on  the  behavior  of  gases,  on  the  conductivity 
of  metals,  and  on  thermodynamics,  justifies  Dewar  in  saying  "the 
existence  of  a  definite  zero  of  temperature  must  be  acknowledged  as  a 
fundamental  scientific  fact." 

Heat  Motion  is  not  Electron  Motion.  We  may  consider  the 
absolute  zero  as  the  point  where  all  that  sort  of  motion  which  we 
appreciate  as  heat  has  ceased;  but  this  is  by  no  means  all  the  sorts  of 
motion  which  we  can  imagine.  We  have  good  reason  to  assume  that 
there  is  much  motion  within  a  molecule,  and  within  an  atom  also, 
which  is  not  evident  as  heat.  Our  conception  of  conditions  at  the 
absolute  zero  leaves  such  motions  wholly  out  of  consideration. 

Interstellar  Space.  There  is  little  if  any  probability  that  we 
shall  ever  reach  the  absolute  zero,  each  further  step  is  so  much  harder 
than  that  preceding.  An  object  in  interstellar  space,  and  very  trans- 
parent to  radiant  energy,  would  doubtless  be  above  the  absolute  zero, 
owing  to  the  fact  that  it  would  intercept  the  sun's  or  stars'  rays  and 
convert  them  to  heat. 

Chemical  Action  at  Low  Temperatures.  The  great  majority  of 
chemical  actions  are  suspended  at  extremely  low  temperatures,  but 
others  still  occur.  At  —80°  alcohol  containing  water  no  longer  acts 
on  metallic  sodium,  but  fluorine  is  still  active  at  the  temperature  of 
liquid  air. 

Density.  Bodies  become  denser  the  lower  the  temperature,  but 
ice,  which  of  course  occupies  a  larger  volume  than  the  same  w^eight  of 
water  at  0°,  although  it  increases  in  density  as  the  temperature  falls, 
does  not  reach  the  density  of  water  at  0°  even  at  the  lowest  tempera- 
ture at  which  it  has  been  measured.  This  shows  that  substances  do 
not  necessarily  occupy  the  smallest  possible  volume. 

A  theory,  to  be  accepted  as  useful,  must  enable  us  to  deduce  known 
facts  and  new  facts.  The  kinetic  theory  of  gases  certainly  fulfills  the 
requirement,  for  we  can  easily  deduce  from  it  the  gas  laws  and  Avo- 
gadro  s  hj'pothesis. 

Deduction  of  Boyle's  Law.  In  the  formula,  ^  mnc^  =  pv,  all  the 
terms  on  the  left  of  the  equality  mark  are  constant  values  if  the  tem- 
perature be  held  constant.  Then  we  may  read  />r  =  a  constant,  and 
this  is  the  best  expression  of  Boyle's  law. 

Deduction  of  Gay-Lussac's  Law.  The  kinetic  energy  of  a  moving 
body  is  one-half  the  product  of  the  mass  into  the  square  of  the  veloc- 

,      2  nmc^               nmc^  .      ,  , 

ity.    We  may  wntc  our  formula, =  pv.     is  the  total 
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kinetic  energy  of  the  moving  particles  and  —  is  the  average  kinetic 

2 

energy  of  one  molecule. 

If  we  mix  two  gases  at  the  same  temperature  and  pressure  we  get 
no  change  in  temperature  or  pressure.  Maxwell  and  Boltzmann  have 
shown  that  if  two  S)rstems  of  moving  particles  have  no  eflFect  on  each 
other,  the  individual  moving  masses  must  have  the  same  average 
kinetic  energies.  We  may  picture  this  to  ourselves  and  realize  it  must 
be  so.  Imagine  a  lot  of  little  globules  flying  about  in  a  space;  add 
others  of  the  same  weight  but  with  greater  velocities,  and  through 
collisions  there  will  evidently  be  a  change  and  increase  in  their  average 
velocity.  Add  globules  of  greater  weight  but  with  the  same  velocities 
and  once  more  the  average  kinetic  energy  of  the  globules  must  be  in- 
creased. Thus  we  can  see  that  there  will  be  no  change  only  when  the 
average  kinetic  energies  are  the  same.    And  so,  if  m\  and  c\  refer  to  one 

gas  and  mi  and  c^  to  the  other, = 

Do  another  experiment,  raising  the  temperature  of  both  gases  the 
same  amount.  This  increases  both  kinetic  energies,  as  c  is  the  only 
thing  which  can  change.  Now  mix  them  at  this  higher  temperature. 
Once  more  no  effect  is  produced  on  either  temperature  or  pressure. 
That  is,  the  average  kinetic  energies  are  still  equal  to  each  other,  and 
so  the  kinetic  energies  in  the  two  gases  must  have  increased  to  the  same 
amount.  If  they  have  increased  to  the  same  amount  in  both  cases, 
then  the  value  pv  must  also  have  increased  to  the  same  amount  in  both 
cases.  But  this  is  the  most  general  statement  of  Gay-Lussac's  law; 
namely,  that  equal  changes  in  temperature  produce  equal  changes  in 
the  product  pv  for  all  gases,  and  so  we  have  deduced  the  second  gas 
law  from  this  theory. 

Deduction  of  Avogadro's  Theory.  Let  us  take  equal  volumes  of 
two  gases  under  the  same  conditions  of  temperature  and  pressiwe. 
Then  piVi,  the  product  of  the  pressure  into  the  volume  for  the  first  gas, 
equals  ptv^j  the  product  of  the  pressure  into  the  volume  for  the  second. 

Then  -  «i  —^  =  -tui  — -  .     We  have  just  seen  that  the  average 
3232  ^ 

kinetic  energies  of  the  individual  particles  in  the  two  gases  must  be 
the  same  since  we  may  mix  them  without  observing  any  change  in 

temperatiwe  or  pressure.    Therefore,  —^  =  ,  and  these  terms 

2 

cancel,  as,  of  course,  the  fraction  -  does  also.    We  thus  have  left, 

3 
n\  =  nj,  which  is  Avogadro's  theory. 
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Velocity  of  Diffusion  of  Gases.    We  may  make  another  deduction 
from  the  theory  which  harmonizes  excellently  with  experimental 

facts.    Since  —^  = for  any  two  gases  at  the  same  tempera- 

2  2 

ture,  —  =  ^  or,  -  =  V  — .    Bunsen  based  a  method  for  determining 
'fffj     ci*       Ci      y  nh 

molecular  weights  upon  this.  We  cannot  measure  directly  the  abso- 
lute velocities  of  individual  molecules,  but  it  is  reasonably  safe  to 
assume  that  a  gas  whose  molecules  have  the  greater  average  velocity 
will  pass  through  a  fine  capillary  opening,  or  through  the  pores  of 
unglazed  porcelain  or  the  like,  more  rapidly  than  a  gas  whose  mole- 
cules have  a  less  average  velocity.  We  may  assume  that  the  time 
required  for  a  given  volume  of  a  gas  to  pass  through  such  a  capillary 
structure  is  inversely  proportional  to  the  average  vdocity  of  the 
molecules.  If  h  and  k  represent  the  times  required  for  equal  volumes 
of  two  gases  at  the  same  temperature  to  get  through  the  same  open- 
ing, then  ciict  =  h'h'    Substituting  in  our  last  equation  we  have 


U  1    tttm 


.    If  we  know  the  molecular  weight  of  one  gas  we  may  cal- 

culate  the  molecular  weight  of  the  second,  and  actual  experiments 
give  results  which  agree  well  with  those  obtained  by  other,  wholly 
independent,  methods. 

That  the  rapidity  with  which  a  gas  can  pass  through  a  narrow  open* 
ing  is  inversely  proportional  to  the  square  root  of  its  density  is  the 
result  of  a  general  mechanical  consideration,  and  entirely  free  from 
any  hypothesis  regarding  the  structure  of  the  gas.  That  this  may 
be  deduced  from  the  kinetic  theory  is  a  strong  argimient  in  favor  of 
the  theory. 

Fractional  Diffusion.  This  principle  is  frequently  utilized  to 
separate  two  gases  of  different  densities.  For  instance,  Ramsay  sepa- 
rated the  rare  elements  of  the  atmosphere,  argon,  helium,  neon, 
krypton,  and  xenon,  by  passing  the  mixture  through  a  series  of  pipe- 
stems  and  collecting  the  gases  which  diffused  through  their  walls. 

Of  course  this  is  not  an  absolute  method,  and  some  of  all  gases 
present  pass  through,  but  the  mixture  collected  outside  contains  a 
larger  proportion  of  the  lightest  gas  than  the  original  mixture,  and 
by  repeating  we  may  make  the  sq>aration  more  and  more  complete. 
This  is  called  fractional  diffusion,  and  is  analogous  to  fractional  dis- 
tillation, wherein  the  completeness  of  the  separation  depends  upon 
the  number  of  times  the  process  is  repeated. 
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The  Velocity  of  a  Molecule.  From  the  same  formula,  \nmc^ 
«=  pv,  we  can  calculate  the  probable  velocity  of  a  molecule.  The 
density  of  mercury  is  13.59;  standard  atmospheric  pressure  is 
76  cm.  of  mercury,  and  therefore  equal  to  13.59  X  76  =  1033+ 
grams  per  cm*.  In  order  to  convert  this  to  imits  in  the  C.G.S. 
s)rstem,  we  must  multiply  it  by  the  acceleration  of  gravity,  or  981 
dynes.  Then  p  equals  1033  times  981.  Let  us  carry  out  our  calcu- 
lation for  the  formula  volume  of  hydrogen;  that  is,  for  22400  cm*, 
under  standard  conditions.    Then  t>  =  22  400. 

We  do  not  know  the  weight  of  one  molecule  of  hydrogen,  nor  do 
we  know  the  number  of  molecules  of  hydrogen  in  the  formula  volume. 
But  the  product  of  the  mass  of  one  molecule  into  the  number  of 
molecules  must  of  course  equal  the  weight  of  hydrogen.  This  vol- 
ume under  normal  conditions  weighs  two  grams;  therefore  «m  =2. 
Substituting  in  our  equation,  we  have,  §  c*  =  1033  X  981  X  22  400. 
Solving  this,  we  obtain  the  value  1845  meters  for  c.  Therefore  the 
average  velocity  of  a  hydrogen  molecule  under  normal  conditions 
of  temperature  and  pressure  is  1845  meters  per  second.  There  are 
about  1600  meters  in  a  mile,  and  thus  the  average  velocity  of  a  hydro- 
gen molecule  at  0°  is  over  one  mile  a  second. 

Evidently  enough  we  may  calculate  the  average  velocity  of  a 
molecule  of  any  other  gas  by  the  same  method. 

The  Mean  Free  Path  of  a  Molecule.  Judging  from  these  veloc- 
ities, one  would  imagine  that  an  odor  liberated  in  one  part  of  a 
room  would  fill  the  room  with  almost  telegraphic  rapidity,  but  we 
know  that  as  a  matter  of  fact  an  odor  takes  time  to  traverse  the  air. 
A  gas  does  not  diffuse  instantly  throughout  a  vessel  containing  an- 
other gas,  and  we  think  this  is  because  its  molecules  can  go  but 
a  short  distance  before  colliding  with  other  molecules  which  throw 
them  back.  Progress  is  then  by  a  very  intricate  zigzag.  The 
average  distance  traveled  by  a  molecule  before  it  strikes  another  is 
spoken  of  as  the  mean  free  path  of  that  molecule,  and  it  is  usually 
designated  by  /. 

There  are  three  ways  for  calculating  values  for  /.  First,  from  the 
viscosity  or  internal  friction  of  a  gas;  second,  from  its  conductivity 
for  heat;  third,  from  the  rate  at  which  it  diffuses.  The  results  reached 
are  nearly  the  same  by  all  of  these  methods,  so  it  is  reasonable  to 
suppose  that  we  have  obtained  approximately  the  right  magnitudes. 
Some  of  these  values  as  calculated  by  0.  E.  Meyer  for  a  temperature 
of  20^  and  760  nun.  pressure  are  as  follows:    I^,  0.000185  nun.; 
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CH4,  0.000085  mm.;  CO,  0.000098  mm.;  CO21  0.000068  mm.;  NH|, 
0.000  074  mm.* 

Size  of  a  Molecule.  There  are  several  methods  for  estimatmg 
the  size  of  molecules.  Jeansf  gives  five:  first,  from  the  viscosity  of 
gases;  second,  from  the  conductivity  of  gases  for  heat;  third,  from 
the  diffusion  coefficient;  fourth,  from  the  variations  from  Boyle's  law; 
fifth,  from  the  volume  occupied  by  a  gas  as  liquid  or  solid.  He  reaches 
the  following  values  as  the  results  of  his  calculations  utilizing  all  these 
methods  and  ascribing  double  weight  to  the  method  from  the  viscosity 
of  gases,  as  being  the  best: 

DIAMETERS  OP  MOLECULES  IN  MILLIOMTHS  OP  A  MILLIMETER  Om). 


H, 0.208 

He 0.181 

H»0         0.339 

A o.  279 

CO, 0.336 


CO 0.286 

C,H4    ...0.381 

Nj 0.291 

N,0 0.352 


Air 0.284 

NO 0.282 

Oi 0.273 

C,H,C1.    .0.468 
CI2 0.411 


.^— I 


The  diameter  of  carbon  dioxide  molecules  has  been  given  as  0.29 
millionths  of  a  millimeter.  These  values  are  not  the  same,  but  are 
of  the  same  order  of  magnitude,  and  that  is  all  we  pretend  to  have 
estimated  by  these  methods. 

Estimates  by  Other  Methods.  There  are  several  other  phenom- 
ena which  enable  us  to  estimate  the  probable  size  of  molecules  and 
atoms.  Several  of  the  most  interesting  we  owe  to  Lord  Kelvin. t 
Given  a  soap  bubble  of  definite  size,  we  must  do  work  to  increase  its 
size.  In  the  same  manner,  given  a  film  of  water  of  certain  area,  we 
must  do  work  to  increase  this  area.  If  matter  were  continuous,  we 
might  do  an  indefinite  amount  of  work  and  increase  the  area  indefi- 
nitely while  at  the  same  time  the  film  would  become  indefinitely  thin. 
If,  on  the  other  hand,  the  water  is  made  up  of  individual  molecules, 
we  must  imagine  that  when  a  certain  area  is  reached,  the  film  is  only 
one  molecule  thick.  Further  extension  will  result  in  separation  of 
the  molecules  and  this  separation  may  be  carried  so  far  that  the 
molecules  no  longer  hold  themselves  together  as  a  film  of  water  but 
fly  off  independently  as  gaseous  molecules. 

We  may  imagine  that,  substantially,  we  do  this  when  we  boil  water. 

•  See  "Die  Kinetische  Theorie  der  Case,"  by  O.  E.  Meyer  (1895). 
t  J.  H.  Jeans,  Phil.  Mag.,  8,  6q2-6()()  (1904). 

t  Sec  Sir  William  Thomson  (Lord  Kelvin),  "  Popular  Lectures  and  Addresses," 
Loodon  (1889),  Vol.  I,  p.  147. 
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We  know  the  amount  of  heat  required  to  convert  water  at  its  boiling 
point  to  steam  at  the  same  temperature,  and  we  call  it  the  heat  of 
vaporization.  We  know  the  mechanical  equivalent  of  heat,  and  so 
we  know  the  amount  of  work  which  must  be  done  to  convert  a  definite 
quantity  of  water  to  steam.  Let  us  imagine  this  amount  of  work 
applied  to  stretching  out  this  amount  of  water  into  a  thin  film.  We 
know  how  much  work  is  required  to  stretch  a  film  containing  a  definite 
quantity  of  water  and  of  definite  area  until  the  area  is  increased  to 
any  given  size.  Therefore  we  can  calculate  the  area  which  would  be 
covered  by  a'film  if  all  the  work  represented  by  the  heat  of  vaporiza- 
tion went  to  stretching  it;  and  knowing  the  quantity  we  know  also 
the  thickness.  This  thickness  must  contain  at  least  one  molecule; 
it  may  contain  more,  but  certainly  cannot  contain  less.  It  is  then  an 
upper  limit  larger  than  which  the  diameter  of  the  molecule  cannot  be. 
Lord  Kelvin  calculated  this  upper  limit  as  about  lo"^  centimeters. 
The  diameter  of  a  molecule  of  water  is  then  about  i  X  lo""^  centi- 
meters, or  ICO  coo  coo  of  them  in  a  row  and  touching  would  measure 
one  centimeter. 

To  get  the  number  in  a  cubic  centimeter,  we  must  cube  this  and  so 
obtain  lo"  as  the  number  of  molecules  of  water  probably  present 
in  one  cubic  centimeter  of  the  liquid.  Liquid  water  has  a  specific 
gravity  about  1200  times  that  of  gaseous  water  at  100°  and  760  mm. 
Therefore  this  number  must  be  divided  by  1200  to  obtain  the  number 
of  molecules  present  in  a  cubic  centimeter  of  gaseous  water.  In  this 
way  we  obtain  the  value  8.3  X  10^. 

From  the  kinetic  theory  it  has  been  estimated  that  there  are  2.5  X 
lo^'  molecules  in  a  cubic  centimeter  of  any  gas  under  normal  condi- 
tions. These  two  values  are  not  the  same,  but  still  they  are  of  the 
same  order  of  magnitude.* 

Siedentopf  and  Zsigmondy's  Results.  By  the  ultramicroscopic 
methods  to  be  described  in  Chapter  XIX,  Siedentopf  and  Zsigmondy 

*  Another  method  suggested  by  Lord  Kelvin  is  based  upon  electrical  contacts; 
another  upon  dififraction  phenomena,  and  the  interference  of  light  waves  passing 
through  two  films;  another  upon  the  thickness  of  the  deposit  of  a  metal  upon  an 
electrode  necessary  to  give  the  electromotive  force  characteristic  of  the  deposited 
metal. 

Faraday  pounded  out  gold  leaf  until  it  was  between  four  and  eight  millimicrons 
thick.  These  sheets  were  transparent  and  green.  When  heated  slightly  they  lost 
all  color,  and  yet,  under  the  microscope,  they  appeared  to  be  continuous,  showing 
no  holes.  By  depositing  gold  on  glass,  Faraday  believed  he  obtained  layers  not 
more  than  one-tenth  the  above  thickness.  Of  course  these  layers  must  be  at  least 
one  molecule  thick. 


146  THEORETICAL  AND  PHYSICAL  CHEMISTRY 

actually  saw  particles  estimated  as  six-millionths  of  a  millimeter  in 
diameter.  Such  a  particle  would,  according  to  the  above  calculation, 
have  between  10  and  60  molecules  in  a  row.  If  we  assume  the  garticle 
to  be  a  cube,  we  must  cube  these  values  and  then  may  say  that  the 
smallest  particles  ever  distinguished  must  contain  between  one  thou- 
sand and  two  hundred  and  sixteen  thousand  molecules.  It  is  not  at 
all  likely  that  future  developments  of  ultramicroscopic  methods  will 
enable  us  to  see  individual  molecules,  for  it  is  easy  to  calculate  that 
such  a  small  particle  would  have  to  emit  light  of  considerably  greater 
intensity  than  the  sun  itself  in  order  to  be  visible. 

The  best  direct  vision  microscope  is  just  able  to  distinguish  a  line 
one-tenth  of  a  micron  broad.  Bacteria  are  in  the  neighborhood  of 
half  a  micron  in  diameter  by  a  few  microns  long,  so  the  smallest 
bacterium  must  consist  of  many  million  molecules. 

*  Brownian  Movement.  When  we  examine,  imder  a  microscope,  a 
suspension  or  colloidal  solution  containing  particles  about  i  /x  in  diam- 
eter, they  are  seen  to  be  in  motion,  oscillating  through  distances  about 
equal  to  their  own  diameters.  If  the  particles  are  smaller,  the  dis- 
tances through  which  they  oscillate  are  greater.  When  the  diameters 
are  about  4  /x,  the  motions  are  hardly  perceptible.  Using  the  ultra- 
microscopic  methods  by  which  smaller  particles  may  be  observed,  it 
is  seen  that  particles  with  diameters  between  10  and  40  /x/i  travel  on 
the  average  something  like  20  /x  in  a  straight  line  and  then  suddenly 
change  their  direction.  They  describe  extraordinary  zigzags  with 
what,  under  the  magnification,  appears  to  be  great  velocity.  In 
colloidal  gold  solutions,  particles  between  10  and  50  nn  in  diameter 
have  a  velocity  of  about  100  /x  per  second.  There  is  no  gradual 
coming  to  rest;  the  motion  is  a  perpetual  motion,  like  that  of  the 
planets  and  stars.  Particles  suspended  in  liquids  which  were  en- 
closed in  granite  countless  years  ago  are  still  dodging  about  as  they 
doubtless  have  been  dodging  for  centuries.  This  interesting  motion 
is  named  "Brownian  movement"  from  Robert  Brown  (1773-1858), 
an  English  botanist  who  first  obser\'ed  it  in  1827  with  grains  of  pollen. 

J.  Perrin  has  made  obser\'ations  upon  the  Brownian  movements 
of  colloidal  particles,  and  by  ingenious  methods  has  shown  that  the 
behavior  of  these  particles  is  exactly  what  the  kinetic  theory  indi- 
cates would  be  the  behaxior  of  molecules  of  that  size.*  This  is 
indeed  a  great  triumph,  for  it  almost  brings  the  assumptions  of  the 

^  ''Brownian  Movement  and  Molecular  Reality/*  by  J.  Perrin,  translated  by 
F.  Soddy,  93  pp.  (1910). 
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kinetic  theory  out  of  the  region  of  hypothesis  into  the  region  of 
directly  measurable  laboratory  fact.  But  *' almost"  stands  for  a 
wide  gap  because,  according  to  our  estimates,  each  one  of  these  rest- 
less particles  is  large  enough  to  contain  many  thousand  molecules. 
In  and  by  itself  the  argimient  is  as  if  a  bacteriologist  should  assert 
that  a  bacterium  must  consist  of  fifty  thousand  smaller  bacteria,  each 
moving  rapidly,  because  he  sees  a  bacterium  move.  It  is  a  bit  pre- 
mature to  speak  of  molecular  "  reality  *'  upon  this  evidence  alone. 

Comparison  of  Our  Measurements.  The  chart  on  the  following 
page  compares  the  largest  and  smallest  dimensions  which  we  have 
measured  and  estimated.  It  is  based  upon  one  published  by  G.  J. 
Stoney  *  with  a  few  additions  and  omissions.  In  the  long  decimal, 
reaching  twenty-three  places  to  the  left  and  sixteen  places  to  the 
right  of  the  decimal  point,  a  significant  figure  in  place  of  a  cipher  is 
of  the  order  of  magnitude  of  the  measurement  indicated  by  words. 

Extension  of  the  Kinetic  Theory.  We  obtain  the  kinetic  theory 
by  processes  based  on  the  behavior  of  gases,  and  this  is  such  a  use- 
ful mechanical  model  we  apply  it  by  analogy  to  liquids  and  solids, 
in  short,  to  all  substances.  We  should  remember  in  doing  this  that 
our  experimental  bases  are  but  few  ^the  moment  we  forsake  the  gas- 
eous state.  Nevertheless  we  think  of  liquids  as  multitudes  of  mole- 
cules moving  about  with  different  velocities,  but  so  close  together 
the  mutual  attractions  keep  them  from  flying  apart.  We  think  of 
solids  as  multitudes  of  molecules  so  close  together  their  mutual 
attractions  prevent  their  moving  about  among  themselves,  while 
probably  permitting  some  degree  of  vibratory  motion.  The  kinetic 
idea,  the  idea  of  the  motion  of  the  constituent  molecules,  has  found 
its  way  into  all  processes  and  properties  of  substances  when  we 
think  of  those  substances  as  above  the  absolute  zero;  that  is,  if  they 
are  supposed  to  contain  any  heat.  In  thought,  at  least,  it  has  been 
carried  further,  until  many  are  of  the  opinion  that  all  we  can  observe 
is  motion  of  some  kind.  Once  more  we  arrive  at  the  view  that  a 
universe  of  kinetic  energy  is  what  we  study,  what  we  know,  and  can 
observe,  and  that  besides  this  there  is  a  vast  unknown  about  which 
we  have  only  more  or  less  plausible  hypotheses. 

Conduction  of  Heat  by  Gases.  Another  interesting  deduction 
may  be  made  from  the  kinetic  theory  of  gases.  We  have  assumed 
that  heat  corresponds  to  the  average  kinetic  energy  of  molecules. 

*  "Survey  of  that  Part  of  Nature's  Operations  which  Man  is  Competent  to 
Study,"  Phil.  Mag.,  48,  457  (1899). 
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When  heat  is  conducted  by  a  gas,  the  average  kinetic  energy  of  the 
molecules  must  be  increased.  Either  molecules  with  greater  veloci- 
ties pass  through  the  interval  conducting  the  heat,  or  else,  by  a  suc- 
cession of  collisions,  increase  the  velocities  of  the  molecules  at  the 
other  side. 

The  greater  the  velocity  of  the  molecule,  the  faster  such  transfer- 
ence should  take  place.  The  lighter  the  molecules  the  greater  their 
velocities;  therefore,  the  lighter  a  gas  specifically,  the  faster  and  better 
it  should  conduct  heat.  This  deduction  has  been  verified  by  experi- 
ments. Hydrogen  conducts  heat  much  better  than  any  other  known 
gas. 

Specific  Heat  of  Gases.  We  may  define  the  specific  heat  of  a 
gas  as  the  nimiber  of  calories  required  to  raise  one  gram  of  the  gas 
one  degree  centigrade.  (Remember  that  the  specific  heat  of  a  sub- 
stance is  different  at  different  temperatures.) 

Methods  of  Measuring  the  Specific  Heat  of  Gases.  Any  in- 
strument devised  to  measure  the  nimiber  of  heat  units  given  out  by  a 
process  is  called  a  calorimeter.  Calorimeters  are  of  a  great  variety  of 
form,  each  adapted  to  some  special  purpose. 

In  measuring  the  specific  heat  of  a  gas  it  is  convenient  to  cause  a 
known  volume  of  the  gas  to  pass  through  a  long  spiral  pipe  immersed 
in  water,  the  vessel  containing  the  water  being  insulated  from  the 
surroimdings  as  completely  as  possible.  The  temperatiure  of  the  gas 
is  determined  as  it  goes  in  and  as  it  comes  out.  The  change  in  tem- 
perature of  the  water  is  also  noted,  and  with  a  knowledge  of  the 
quantity  of  water  and  the  heat  capacity  of  the  pipe,  etc.,  we  have  the 
data  necessary  for  determining  the  specific  heat  of  the  gas.  Such 
experiments  give  us  the  specific  heat  under  constant  pressure,  de- 
noted by  Cp. 

Specific  Heat  of  a  Gas  Varies.  The  specific  heat  of  a  gas  under 
constant  pressure  is  different  from  its  specific  heat  under  constant 
volume.  When  heat  is  added  to  a  gas,  not  only  is  the  gas  warmed, 
but  also  it  expands,  and  thus  does  work  against  any  pressure  there 
may  be  upon  it.  This  is  usually  the  atmospheric  pressure.  Then 
some  of  the  heat  added  does  not  go  to  raising  the  temperature  of  the 
gas,  but  is  converted  into  work. 

We  might  cause  the  gas  to  expand  while  we  added  heat  at  such  a 
rate  that  there  would  be  no  increase  in  temperature  whatever;  that 
is,  the  specific  heat  would  appear  to  equal  infinity.  Or  again,  we 
might  compress  the  gas,  adding  no  heat,  and  there  would  be  an 
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increase  in  temperature,  and  from  such  results  we  might  argue  that 
the  specific  heat  was  less  than  zero,  a  minus  quantity.  The  specific 
heat  of  any  gas  is  then  anything  between  minus  infinity  and  plus 
infinity,  depending  on  conditions.  We  must,  therefore,  define  our 
conditions  carefully. 

Specific  Heat  under  Constant  Volume.  If  the  gas  is  in  a  rigid 
vessel  such  that  no  expansion  can  take  place,  all  heat  added  goes  to 
raise  the  temperature.  Measurements  made  imder  these  conditions 
give  us  what  we  call  the  specific  heat  under  constant  volume.  This 
is  denoted  by  C».  Cp  is  greater  than  C,  by  the  heat  equivalent  of  the 
work  done  by  the  gas  expanding  at  constant  pressure. 

Determination  of  C9*  J.  Joly  first  made  satisfactory  direct 
determinations  of  C,.  He  hung  two  equal  copper  spheres,  about 
6.7  cm.  in  diameter,  from  the  pans  of  a  balance,  by  wires,  down  into 
the  interior  of  a  chamber  which  could  be  filled  with  steam.  He 
counterpoised  the  spheres,  evacuated  one  and  filled  the  other  with  a 
gas  under  pressure.  In  some  experiments  the  pressures  were  as  high 
as  22  atmospheres.  Weighing,  he  determined  the  weight  of  the 
enclosed  gas.  In  one  experiment  he  had  4.2854  grams  of  air.  He 
determined  the  temperature  of  his  chamber  and  then  let  in  steam. 
Suspended  from  the  spheres  were  little  catch  basins  in  which  the  water 
condensing  on  them  was  caught.  More  water  condensed  on  the 
sphere  containing  the  gas,  and  determining  the  weight  of  this  excess 
water  it  was  a  simple  matter  to  calculate  the  specific  heat  of  the 
contained  gas.f 

Molecular  Heats.  As  usual,  in  chemistry,  it  is  more  profitable 
to  compare  equimolecular  quantities  than  equal  weights.  The  molec- 
ular heat  of  a  gas,  as  the  name  implies,  is  the  heat  required  to  raise 
one  molecular  weight  in  grams  1°.  It  is  then  the  specific  heat  C»  or 
Cp  multiplied  by  the  molecular  weight  M. 

MCp  is,  of  course,  greater  than  MC^  Equimolecular  weights 
occupy  equal  volumes,  according  to  Avogadro^s  theory.    When  the 

•  See  Preston,  "Heat,"  p.  239.  Also  J.  Joly,  Proceedings  0}  the  Royal  Society, 
47,  218  (1889). 

t  Jamin  &  Richard,  Compt.  Rend.,  71,  336  (1870),  determined  Cp  and  C»  by 
sending  a  current  through  a  platinum  spiral  immersed  in  the  gas,  with  the  vessel 
holding  the  gas  first  open  to  the  atmosphere  and  then  with  it  sealed.  Heat 
evolved  in  the  wire  is  OR,  where  C  is  the  current  and  R  the  resistance,  and  by 
measuring  the  resistance  and  the  current  they  determined  the  two  different  tem- 
peratures to  which  the  gas  was  raised  by  a  definite  quantity  of  heat  under  the  two 
conditio&s.    The  calculation  followed  readily. 
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pressure  is  constant,  the  increase  in  volume  for  one  degree  is  the  same 
for  all  gases.  This  is  Gay-Lussac*s  law.  Therefore,  the  work  done 
against  atmospheric  pressure  when  a  molecular  weight  of  a  gas  is 
raised  from  zero  degrees  to  one  degree  centigrade  is  the  same  for  all 
gases.  Therefore,  MCp  —  MCv  is  a  constant. 
The  Value  MCp  —  MC^*    The  molecular  weight  volume  of  any 

22  A.QQ 

gas  raised  from  0°  to  1°  increases  its  volume cm'  =  82  cm' 

^  273 

(about).    Imagine  the  gas  confined  in  a  long  tube  of  a  cross  section 

I  cm^.    The  normal  atmospheric  pressure  is  1033  grams  per  cm*,  and 

so  the  gas  expanding  will  raise  1Q33  grams  82  cm.,  and  will  then  do 

1033  X  82  =  84  680  gram-cm.  of  work. 

The  mechanical  equivalent  of  heat  is,  i  cal.  =  42  660  gram-cm. 

..   =  1.986.    Therefore,  MCp  —  MCv  =  2  calories  (1.986  calories), 
42  000 

no  matter  what  the  gas. 

It  is  much  easier  to  measure  Cp  than  d,,  and  we  are  justified  by 
this  reasoning  in  calculating  the  molecular  heat  under  constant  vol- 
ume by  simply  subtracting  two  from  the  value  of  the  molecular  heat 
under  constant  pressure.  Following  is  a  short  table  of  molecular 
heats.  The  fourth  column  in  the  table  gives  the  ratio  between  the 
two  specific  heats,  molecular  weights  of  course  canceling  out. 


O,.. 

N,.. 
H,.. 
HCl 
CO, 
H,0 


MCr 


6.96 

6.83 
6.82 

6.68 

9. 55 
8.6s 


MC, 


4.96 
4.83 
4.82 
4.68 

7.55 
6.6s 


Cv 


1.40 

1. 41 

1. 41 

1.43 
1.26 

1.28* 


*  W.  Ostwald,  "  Lehrbnch  der  allgemeinen  Chemie,"  Vol.  i,  p.  240. 


The  Ratio  ^ .    Clausius  showed  that  if  all  energy  went  to  increas- 

ing  the  rectilinear  velocities  of  the  molecules,  —  =  1.66  4-. 

This  may  be  deduced  from  the  kinetic  theory  of  gases  as  follows: 
^  =  J  mnc^  =  i  Mu^  where  M  =  m»  and  u  is  substituted  for  c  to 
avoid  confusion. 
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Assume  all  energy  given  in  increasing  the  tem(>erature  from  o**  to 
i^  goes  to  increasing  the  rectilinear  velocities  while  the  volume  is  held 
constant.    Let  Uo  and  Ui  equal  the  velocities  of  the  molecules  at  o^ 
and  at  i**. 
Then  Mul_Mul  ^  ^^^^  ^^  ^^^  ^  \MW  "  «o*). 

2  2 

When  the  pressure  is  constant  we  require  energy  as  above,  plus  that 
doing  outside  work.    Outside  work  equals  p  times  the  increase  in  if, 

or        p  {vi  —  »o)  =^  pvi  —  pvo'y  pvi  =  ^  Mui^f  and  ^o  =  J  Af  iio*. 

Then         /Wi  -  /Wo  =  i  Mui^  -  J  Ijfui?  =  i  Af  (i*,*  -  Uf?); 

so       MCp  =  iM  W  -  uo^)  +iM (ui^-  uj")  =  i M  W-  Uf?\ 

and  -pr  =  TT— i 5v  =  -  =  I.0O+. 

Experimental  Determination  of  the  Ratio.  The  ratio  may  be 
determined  directly  by  the  methods  described,  but  it  is  difficult  to 
determine  C^  because  a  sufficiently  rigid  vessel  has  so  large  a  heat 
capacity. 

Kundt's  Method.    Another  much  used  method  is  that  of  Kundt, 

whereby  the  ratio  pr  is  derived  from  the  velocity  of  sound  in  the  gas. 

Lycopodium  is  evenly  distributed  through  a  combustion  tube  about 
three  feet  in  length,  corked  at  each  end  and  full  of  the  gas.  A  glass 
rod  projects  through  one  cork.  A  high  note  is  produced  by  rubbing 
this  rod  with  a  cloth  covered  with  resin.  We  determine  the  number 
of  vibrations  a  second  corresponding  to  this  note  by  the  usual  physi- 
cal method,  and  then  count  the  little  piles  of  lycopodium  which 
have  formed  at  each  node  in  the  vibrating  gas.  From  these  determi- 
nations, the  velocity  of  sound  in  the  gas  is  readily  calculated. 

Newton  showed  that  the  velocity  of  sound  should  equal  y  ^,  where 
p  is  the  pressure,  and  d  the  density,  of  the  gas.  Newton's  formula 
does  not  hold*  and  Laplace  found  that  "  =  V  ^  j>  where  k  =  the 

ratio  z:r  and  u  =  the  velocity  of  soimd. 
If  we  insert  the  value  for  u  found  by  Kimdt's  method  in  Laplace's 

formula  we  may  then  calculate  the  value  ol  k  or  r^- 

•  See  Preston's  "  Heat/*  p.  255. 
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Results.  Almost  all  gases  give  values  less  than  1.66+.  Mercury 
vapor,  argon,  and  other  rare  gases  of  the  atmosphere  give  the  theo- 
retical value,  1. 66+.  Other  gases  require  more  heat  to  raise  them 
one  degree  thah  would  appear  necessary  theoretically.  Therefore 
something  must  be  wrong  with  our  fundamental  assiunptions.  It 
is  probably  erroneous  to  assume  that  all  the  energy  we  give  a  gas 
when  we  heat  it  goes  to  increasing  the  rectilinear  velocities  of  the 
molecules. 

A  simple  hypothetical  example  may  assist  in  understanding  the 
reasoning.  Suppose  it  requires  five  calories  to  raise  a  quantity  of  a 
gas  i^  under  constant  pressure,  and  three  calories  to  raise  the  same 

quantity  1°  under  constant  volume,  then  pr  =  -  =  1.66+ ,  the  theo- 

^v      3 

retical  value,  assuming  that  all  the  heat  is  converted  to  increased 
velocity  of  the  molecules.  Suppose  now  that  all  the  heat  does  not  go 
to  increasing  these  velocities,  but  that  some,  say  one  calorie,  is  con- 
verted into  something  else.  Then  to  raise  the  gas  i°  under  constant 
pressiure  we  must  give  it  6  calories  and  to  raise  it  i®  under  constant 
volume  we  must  give  it  4  calories.  Our  ratio  then  becomes  |  or  1.5. 
Thus  we  see  that  if  any  heat  is  converted  into  anything  other  than 
rectilinear  motion  the  ratio  will  fall  out  less  than  i.66-|-. 

The  ratio  is  less  than  i.66-f  for  almost  all  gases  and  the  question 
is,  what  becomes  of  the  extra  heat? 

Explanation  on  Kinetic  Grounds.  It  is  reasonable  to  suppose 
molecules  may  havej  besides  motions  in  straight  lines,  motions  of 
rotation  about  their  axes,  and  again,  the  relative  positions  of  atoms 
within  the  molecule  may  perhaps  change;  there  may  be  vibrations 
within  the  molecule.  Then  part  of  the  heat  given  may  go  to  increase 
such  motions.  There  is  no  diflSculty  in  forming  such  a  mental  picture 
for  a  molecule  containing  two  or  more  atoms. 

Monatomic  Gases.  It  is  inferred,  although  the  logic  here  is  not 
particularly  good,  that  if  the  molecule  consists  of  one  atom  it  cannot 
take  up  heat  in  the  form  of  rotation  about  its  axis.    It  is  customary 

to  conclude  that  when  -~   =  i.66-i-,  that  is  to  say,  when  we  have 

reaso^  to  believe  that  all  heat  goes  to  increasing  the  rectilinear  velocity 
of  the  molecules,  and  that  none  is  absorbed  as  motion  of  rotation, 
the  gas  is  monatomic. 

This  is  the  reasoning  upon  which  we  base  the  theory  that  mercury, 
argon,  helium,  etc.,  are  monatomic  gases. 
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Nature  of  Heat.  The  facts  lead  us  to  conclude  that  heat  consists 
(a)  of  rectilinear  velocity  of  molecules,  (6)  of  motion  of  rotation,  or 
vibration,  where  the  molecule  is  supposed  to  contain  two  or  more 
atoms.  But  heat  cannot  be  supposed  to  consist,  even  in  part,  of 
rotation  or  vibration  of  atoms  or  of  events  within  atoms. 

In  so  far  as  events  within  atoms  is  concerned  we  have  independent 
corroborative  evidence.  The  radiations  from  radioactive  substances 
are  supposed  to  result  from  the  disintegration  of  atoms.  This  process 
is  not  hastened  nor  retarded  by  changes  of  temperature,  and  it  surely 
would  be  if  electron  motion  were  a  form  of  heat. 

Exceptions  to  the  Gas  Laws.  Gases  are  too  compressible  w^hen 
near  their  points  of  condensation  and  not  compressible  enough  imder 
high  pressure. 

Andrews'  Isotherms.*    On  a  coordinate  system,  lay  off  pressures 
on  the  abscissa,  and  on  the  ordinate  lay  off  values  obtained  by  mul- 
tiplying the  pressure  into  the 
volume,  temperature  being  held 
constant.     In  this  way,  if  the 
behavior  of  the  gas  is  exactly 
— D  formulated  by  the  gas  laws,  we 
I    \^^  .  y/y/\/^  obtain  a  horizontal  line  AD,  in 

pv    xx^'^^iS^XX  Fig.  14.    Experimental  results, 

however,  give  such  curves  as 
those  shown,  which  are  iso- 
therms for  carbon  dioxide  at 
the  temperatures  indicated  on 
the  figure.  The  product  pv 
diminishes  to  a  minimum  and 
then  rises  as  the  pressure  is  in- 
creased. Some  gases  show  less, 
others  more,  deviations  from  the  horizontal.  Isotherms  for  hydrogen 
and  helium  show  no  dip,  but  rise  from  the  lowest  pressures,  except 
when  the  experiments  are  carried  out  at  exceedingly  low  temperatures. 
Van  der  Waals'  Reasoning.  We  owe  our  plausible  explanation  for 
this  behavior  of  gases  to  van  der  Waals.f     His  reasoning  is  as  follows: 


0   100 


pinatmospherej. 

till 


*-75o 


Fig.  14. 


*  Thomas  Andrews  (1813-1885),  PkU.  Trans.  159,  575-589  (1869).  See  also 
Ostwald's  "Klassiker  der  Exakten  Wisscnschaften,"  Xo.  132. 

t  J.  D.  van  der  Waals'  first  publication  of  the  principles  involved,  "Disserta- 
tion," Leyden  (1873),  developed  in  "Die  Kontinuitat  des  gasformigen  und  flOan- 
geo  Zustandes"  (x88i).    Later  edition  with  the  same  title,  1899. 
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The  measured  volume  of  a  gas  is  v.  The  gas  laws  may  be  con- 
sidered as  applying  only  to  the  volume  not  occupied  by  the  gas;  i.e., 
to  the  interstices  between  the  molecules.  Let  b  equal  the  volume 
to  which  the  gas  laws  do  not  apply.  For  reasons  upon  which  we 
shall  not  here  enter,  this  is  supposed  to  be  about  four  times  the 
volume  occupied  by  the  molecules  themselves.  Whatever  it  may 
actually  represent,  this  is  a  constant  v^lue  (or  nearly  constant  value) 
characteristic  for  each  gas,  and  different  for  different  gases.  The 
volume  to  which  the  gas  laws  apply  is,  then,  v  —  6.  If  this  correction 
be  neglected,  the  values  for  the  product  pv  will  come  out  larger  than 
they  should. 

Illustration.  Imagine  the  measured  volume  to  be  3,  and  the  cor- 
rection b  to  have  the  value  i.  Then  the  voliune  to  which  the  gas 
laws  apply  is  2.  Doubling  the  pressure  diminishes  this  to  i,  and 
adding  the  constant,  by  which  has  not  been  altered,  we  have  as  a  final 
volume,  2.  If  we  neglect  to  consider  this  correction,  we  should  expect 
upon  doubling  the  pressure  to  halve  the  whole  and  obtain  the  final 
volume  1.5. 

When  the  pressure  is  low  and  the  volume  is  large,  6,  being  constant, 
is  relatively  small  and  may  be  neglected.  That  is,  the  gases  conform 
to  the  law. 

The  Correctioii  for  Pressure.  The  molecules  of  a  gas  must  be 
considered  as  having  a  certain  attraction  for  each  other.  Van  der 
Waals  calculated  that  this  attraction  varies  inversely  as  the  square  of 
the  volume. 

Van  der  Waals'  Equation.  Let  a  be  a  value  expressing  this  at- 
traction, constant  (or  nearly  constant)  for  any  one  substance,  and 
characteristic  of  it,  but  different  for  different  substances.  This 
attraction  acts  in  a  way  to  diminish  the  velocities  with  which  the 
molecules  are  flying,  and  hence  to  diminish  the  pressiure  exerted  by 

the  gas  on  the  containing  wall.    Therefore,  the  observed  pressiLre 

d 
should  be  corrected  by  adding  the  term  -« to  it.    If  p  equals  the  meas- 

lu-ed  pressiure,  then  the  pressure  to  which  we  may  expect  the  gas  laws 

to  apply  is  P  +  -Z'     Neglect  of  the  pressure  correction  must  result  in 

values  for  the  product  pv  which  are  too  small.    The  gas  equation 

then,  in  its  corrected  form,  becomes  {v—  b)lp  +  -A  =  RT.    This  is 

called  van  der  Waals'  equation. 
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Effects  of  the  Corrections.  If  the  volume  is  not  corrected,  the 
product  pv  is  too  large.  If  the  pressiure  is  not  corrected,  the  product 
pv  is  too  small.    When  we  have  a  large  volume  and  a  low  pressure,  b 

is  negligible,    v^  is  also  large,  and  therefore  -«  is  small  and  likewise 

negligible.  That  is,  the  gas  and  the  gas  laws  should  correspond.  As 
the  pressiure  is  increased,  the  gas  being  not  far  from  its  point  of  con- 
densation, the  molecules  are  near  each  other,  the  mutual  attractions 
are  effective,  and  the  pressure  correction  predominates.  That  is,  the 
observed  pressures  are  smaller  than  they  should  be  and  the  gas  is  too 
compressible.  This  explains  the  downward  inclination  of  the  curve 
from  A  to  B,  When  the  volumes  have  become  still  smaller,  b  be- 
comes larger  compared  to  v,  until  finally  this  volume  correction  pre- 
dominates, and  the  gas  is  not  compressible  enough.  This  explains 
the  ascending  of  the  isotherm  from  B  to  C.  There  is  a  point  B  where 
these  two  corrections  just  balance  each  other  and  for  a  short  time  the 
gas  conforms  exactly  to  the  gas  laws.  This  corresponds  to  a  tangent 
drawn  to  the  lowest  point  in  the  isotherm. 

The  equation  opens  up  many  more  new  and  interesting  questions 
than  it  answers.  It  contains  three  variables,  p,  v,  and  T,  and  three 
constants,  a,  6,  and  R.  By  determining  experimentally  three  sets  of 
corresponding  values  for  ^,  v,  and  T  and  substitution,  numerical 
values  for  the  constants  may  be  calculated.  The  equation  contain- 
ing these  constants  formulates  the  actual  behavior  of  a  gas  much 
better  than  the  imcorrected  equation,  but  it  is  by  no  means  perfect.* 

The  chief  interest  centers  in  the  question  as  to  what  significance 


^  For  the  following  numerical  illustration  of  the  effect  of  the  correction 
Baynes,  Nature,  23,  186  (1880).  For  unit  volume  of  ethylene  at  20**  at  a  pressure 
of  one  atmosphere  a  —  0.007  86  and  b  »  0.0024.  Expressing  pressures  in  atmospheres 
Baynes  calculated  values  for  pv  and  compared  them  with  the  pv  values  determined 
experimentally  by  Amagat  and  found : 


1000  pv 

1 

1000  p9 

p 

m 

Observed 

Calculated 

P 

Observed 

CalcvUted 

31.58 

914 

89s 

133-26 

520 

520 

45.80 

781 

782 

176.01 

643 

642 

72.86 

416 

3^7 

^35  5^ 

807 

^5 

84.16 

399 

392 

282.21 

941 

940 

04. 53 

413 

413 

329  14 

1067 

1067 

110.47 

454 

456 

398.71 

1248 

1254 
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we  shall  attach  to  the  constants.  In  the  first  place  we  must  realize 
that  these  values  are  not  rigidly  constant  but  depend  in  turn  upon 
the  values  of  the  variables;  i.e.,  upon  the  conditions.  Do  not,  on 
this  account,  think  they  should  not  be  called  constants.  It  was 
brought  out  in  Chapter  III  that  the  gravitation  constant  itself  is  not 
constant  except  in  one  definite  place. 

Correcting  the  Molecular  Volume.  Let  vq  =  volume  in  liters 
occupied  by  one  molecular  weight  in  grams  of  a  gas  under  stand- 
ard conditions,  as  determined  by  dividing  the  simi  of  the  symbol 
weights  in  the  formula  by  the  weight  of  one  liter.  If  Avogadro's 
theory  was  an  accurate  statement,  Vo  would  be  22.4  liters,  the  same 
for  all  gases.  It  has  already  been  stated  that  the  value  22.4  is 
only  approximately  constant,  which  of  course  carries  with  it  the 
statement  that  Avogadro's  theory  is  only  an  equally  good  approxi- 
mation. The  actual  values  of  Vq  for  a  number  of  gases  are  given  in 
the  following  table. 

Now   (p  +  ^iv-b)^  RT  =  ^  T.    At  standard  conditions, 

T  =  273  and  p  =  760  nmi.,  or  one  atmosphere,  and  for  these  con- 
ditions we  may  rewrite  the  above  equation  in  the  form 


(i+5)(''o-*)  =  [»o]. 


wherein  Vo  is  the  actual,  experimentally  determined  value,  and  [vo] 
is  a  sort  of  idealized  volume  obtained  with  due  consideration  of  van 
der  Waals'  corrections.*  The  table  contains  values  for  [vq].  It  may 
be  seen  at^a  glance  that  [vo]  is  more  nearly  constant  than  vq. 


H,... 
CO.. 
O,... 
CO,. 
CjHj 
HCl. 
SO,.. 


M 


2.016 
28.00 
32.00 
44.00 
26.016 

36.458 
64.06 


22.4452 
22.3983 
22.3970 
22.263s 
22.2227 
22.2216 
21.8890 


{^] 


22.4308 
22.4084 
22.4140 
22.4146 
22.4109 
22.3983 
22.4174 


Clearly,  van  der  Waals'  equation  leads  to  a  more  constant  gas 
"  constant "  than  the  uncorrected  equation.f 

•  D.  Berthelot,  Zeitsckr.f.  Electrochem,  10,  621-629  (1904). 
t  For  additional  values  and  further  details  and  references  see  P.  A.  Guye, 
Journal  de  Chim.  Phys.^  6,  769-807  (1907).    Also,  G.  Baume,  ibid.t  1-91. 
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The  Constants  a  and  h.  The  constants  a  and  b  may  be  determined 
from  the  coefficient  of  compressibility  of  a  gas  and  also  from  the 
critical  constants,  as  wUI  be  indicated  later.  The  values  obtained  by 
the  two  methods  are  not  the  same.  They  are  different  at  different 
temperatures  and  also  different  at  the  same  temperature  but  differ- 
ent pressures.* 

We  must  then  conclude  that  the  volume  occupied  by  the  molecules, 
and  to  which  the  gas  laws  do  not  apply,  b,  and  also  the  attraction 
constant  between  the  molecules,  a,  different  for  different  substances 
but,  in  a  sense  to  be  likened  to  the  gravitation  constant  in  each  sub- 
stance, both  vary  with  temperature,  pressure,  and  volume.  But  they 
remain  within  the  same  order  of  magnitude  and  indicate  a  profoimd 
regularity  of  nature  which  we  have  not  yet  satisfactorily  formulated. 

*  The  following  table  gives  some  values  of  a  and  b  for  COt  at  40^,  when  volume 
is  varied  by  varying  pressure. 


r      i      c      :      6 

!            1 

0.02385 
0.01300 
0.00768 
0.00428 
0.00250 
0.00187 

0.01342 

0.01240 

o.oio8x 

0.008138 

0.007892 

0.009245 

0.00545 

0.00444 
0.00325 
0.00211 
0.00169 
0.00153 

**  Die  Zustandsgleichung  der  Gase  und  FlQssigkeiten  und  die  KontinuiUltstheorie," 
by  J.  P.  Kuenen  (1907),  p.  76.  This  book  is  recoounended  to  those  desiring  to 
pumie  the  subject  in  its  manifold  aspects. 


CHAPTER  Xn 
VAPOR  DENSITIES  * 

In  General.  In  Chapter  IV  we  defined  molecular  weight  as 
sjmonymous  with  formula  weight,  and  this  is  the  weight  in  grams  of 
22.4  liters  of  the  substance  as  a  gas  under  standard  conditions  of 
temperature  and  pressure.  Therefore  any  method  of  determining  the 
density  of  a  gas  is  a  method  of  determining  its  molecular  weight. 
Also,  by  definition,  the  molecular  weight  of  a  gas  is  its  density  re- 
ferred to  oxygen  set  equal  to  32  as  a  standard.  In  other  words,  for  a 
vapor  density  determination,  or  a  molecular  weight  determination, 
which  is  the  same  thing,  it  is  necessary  to  determine  experimentally 
the  four  values,  weight,  volume,  pressure,  and  temperature,  and  any 
method  whatever  which  gives  us  these  values  serves  the  purpose. 
From  these  experimental  results  we  calculate  the  weight  in  grams  of 
22.4  liters  of  the  substance  as  a  gas  imder  standard  conditions,  or  in- 
stitute the  comparison  between  the  imknown  and  the  weight  of  an 
equal  volume  of  oxygen  under  the  same  conditions.  • 

First  Method.  The  first  method  is,  in  principle,  very  simple, 
and  corresponds  to  the  usual  specific  gravity  determinations.  We 
may  weigh  a  flask  empty,  then  full  of  the  standard,  that  is,  oxygen, 
then  full  of  the  gas  whose  molecular  weight  is  sought.  We  must  at 
the  same  time  note  the  temperature  and  barometric  pressure,  unless 
they  are  the  same  throughout  the  experiments,  and  these  results  are 
sufficient  for  the  calculation. 

This  method  is  difficult  in  practice  for  the  following  reasons:  (a) 

*  It  is  not  intended,  in  this  book,  to  give  full  laboratory  directions.  For  these 
the  student  should  consult  such  excellent  manuals  as  ''Practical  Physical  Chemis- 
try," by  Alexander  Findlay,  281  pp.  (1906);  "Laboratory  Exercises  in  Physical 
Chemistry,"  by  F.  H.  Getman,  241  pp.  (1904);  "Practical  Methods  for  Determin- 
ing Molecular  Weights, "  by  H.  Biltz,  translated  by  Jones  and  King,  235  pp.  (1899). 
The  standard  work  on  the  subject  is:  "Hand-  und  Hiilfsbuch  zur  Ansftihrung 
Physiko-Chemischer  Messungen,"  Ostwald-Luther-Drucker,  third  edition,  573  pp. 
(1910). 

However,  in  view  of  the  fact  that  vapor  density  determinations  are  so  intimately 
connected  with  the  establishment  of  the  chemical  unit  quantities  which  enter  into 
all  our  reasoning,  it  seems  desirable  to  treat  of  them  in  some  detail. 

IS9 
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Rather  large  flasks  must  be  used  to  hold  conveniently  weighable 
quantities  of  a  gas.  (6)  It  is  hard  to  get  a  perfect  vacuum  within 
the  flask,  (c)  The  atmospheric  pressure  on  the  sides  reduces  the 
size  of  the  flask,  and  therefore  the  weight  of  air  displaced  by  the 
evacuated  flask  is  less  than  by  the  full  flask,  (d)  The  weights  of  such 
volumes  of  gases  as  are  used  are  small,  and  the  weights  of  the  flasks 
are  large.  This  requires  sensitive  balances,  capable  nevertheless  of 
carrying  rather  large  loads,  (e)  Films  of  moisture  on  the  exterior  of 
glass  flasks  are  hard  to  remove  completely,  and  yet  these  materially 
alter  the  weights. 

This  method  is  obviously  limited  to  substances  which  are  gase- 
ous imder  ordinary  conditions  of  temperatiu^  and  pressiure.  It  has 
therefore  but  few  applications. 

The  Vapor  Density  Methods.  There  are  four  methods  in  gen- 
eral use  for  determining  the  vapor  density  of  gases,  each  dependent 
on  a  somewhat  different  principle.  In  historical  order  they  are  the 
Dimias,  the  Hofmann,  the  Victor  Meyer,  and  the  Bleier  and  Kohn, 
also  known  as  Limisden's  method.  They  are  applicable  to  substances 
which  are  solid  or  liquid  at  ordinary  temperatures,  but  which  vaporize 
without  decomposition  at  somewhat  higher  temperatures.  They  are 
limited  to  these  substances. 

Dumas  Method.  In  the  Dumas  method,  we  determine  the 
weight  of  the  substance  which,  as  a  vapor,  occupies  a  known  volume 
under  known  conditions  of  temperature  and  pressure. 

A  bulb  of  a  capacity  from  loo  to  250  cm',  or  even  larger,  and  fur- 
nished with  a  narrow  tube,  perhaps  eight  or  ten  cm.  long,  is  cleaned 
and  dried  and  the  stem  is  drawn  out  to  a  capillary.  The  whole  is 
weighed.  This  gives  the  first  experimental  value.  Call  it "  weight  a." 
Weight  a  is  the  weight  of  the  bulb,  plus  the  weight  of  the  air  con- 
tained within  the  bulb,  minus  the  weight  of  the  air  displaced. 

We  warm  the  bulb  gently,  dip  the  capillary  in  a  little  of  the 
liquid  whose  vapor  density  we  wish  to  determine,  and  allow  it  to 
cool.  The  air  within  contracting,  four  or  five  cubic  centimeters  <rf 
the  liquid  are  drawn  into  the  bulb.  The  bulb  is  then  wholly  im- 
mersed in  a  bath,  only  the  stem  projecting  out.  The  temperature  of 
this  bath  is  then  raised  to  thirty  or  forty  degrees  above  the  boiling 
point  of  the  liquid  within.  The  liquid  first  boils  and  displaces  all  of 
the  air,  and  then  continues  to  expand.  Figure  15  illustrates  a  bulb 
in  the  bath. 

At  this  high  temperature,  and  when  the  outflow  of  gas  is  slow  and 
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regular,  the  capillary  is  sealed  by  means  of  a  blow  pipe.    The  tempera- 
ture must  constantly  rise  until  the  sealing  has  been  accomplished. 
If  it  should  fall,  even  for  a  short  time,  some  air  would 
be  drawn  into  the  bulb,  and  this  would  produce  a  nota- 
ble error  in  the  results.    The  sealing  temperature  must 
be  thirty  or  forty  degrees  above  the  boiling  point  of 
the  substance,  because  the  gas  laws  do  not  apply  when 
gases  are  near  their  points  of  condensation,  and  our 
calculations  are  based  on  the  assimiption  that  they  do 
apply.     Let  us  denote  the  temperature  of  the  bath 
when  the  bulb  is  sealed  with  fe.    The  barometric  pres-        pig.  15. 
siure  is  read  immediately,  and  we  shall  denote  this  with 
pi.    The  sealed  bulb  is  removed  from  the  bath,  dried,  cooled  and 
weighed.    This  weight  we  shall  call  "weight  6."    It  is  the  weight  of 
the  bulb,  plus  the  weight  of  the  vapor  within,  minus  the  weight  of 
the  air  displaced.    The  fact  that  the  vapor  has  condensed  of  course 
makes  no  difference.    The  quantity  of  substance  within  the  bulb  is 
the  amoimt  which  was  necessary  to  exactly  fill  the  bulb  at  the  tem- 
perature of  sealing,  and  its  weight  is  not  altered  by  the  cooling  or 
condensation.    Let  h  and  pi  represent  the  temperature  and  baromet- 
ric pressiure  when  "weight  6"  is  determined. 

We  then  break  the  capillary  under  recently  boiled  water,  and 
owing  to  the  diminished  pressure  the  water  practically  fills  the  bulb. 
The  completeness  of  this  filling  is  a  check  on  previous  work.  If  air 
remained  in  the  bulb,  it  will  not  fill  with  water.  There  is  always  a 
small  bubble  of  air,  but  this  may  be  neglected  for  ordinary  work. 
It  is  essential  that  the  water  should  have  been  recently  boiled,  be- 
cause, if  it  contains  dissolved  air,  under  the  diminished  pressure  this 
comes  out  and  makes  too  large  a  bubble. 

The  temperatiu-e  of  the  water  must  be  noted.  Call  this  /a.  We 
now  weigh  the  bulb  full  of  water.  Call  this  "weight  c."  Weight  c 
is  the  weight  of  the  bulb,  plus  the  weight  of  the  water,  minus  the 
weight  of  the  air  displaced.  This  concludes  the  experimental  portion 
of  the  work  and  we  may  now  proceed  to  the  calculation. 

Calculatioii.  The  following  method  is  not  exact,  but  it  is  suf- 
ficiently accurate  for  ordinary  laboratory  practice.  We  may  con- 
sider a  as  the  weight  of  the  bulb,  because  the  weight  of  the  contained 
air  is  very  nearly  the  weight  of  the  displaced  air.  It  is  different  only 
by  the  weight  of  the  air  displaced  by  the  glass  from  which  the  bulb 
is  made,  a  quantity  small  enough  to  neglect  in  most  cases. 


1 62  THEORETICAL  AND  PHYSICAL  CHEMISTRY 

c  —  a  is  then  the  weight  of  the  water  which  filk  the  bulb.  The 
weight  of  air  displaced  is  negligible  in  comparison  with  the  weight 
of  the  water.  The  error  brought  into  the  calculation  here  is  about 
one-tenth  of  one  per  cent  only. 

By  reference  to  tables  *  we  find  the  volume  occupied  by  one  gram 
of  water  at  the  temperature  h.  Say  this  is  e  cm*.  Then  the  volume 
of  the  contents  is  e{c  —  a). 

b  —  a  is  equal  to  the  weight  of  the  vapor  minus  the  weight  of  an 
equal  volume  of  air;  and  of  course  this  latter  quantity  cannot  be 
neglected,  as  it  frequently  amounts  to  as  much  as  the  weight  of  the 
vapor  itself. 

One  cm'  of  air  at  zero  degrees  and  760  millimeters  weighs  o.cx>i  293 

gram.    At  h  and  pi  one  cm'  becomes,  according  to  the  gas  laws, 

760 ,     ,            ^    .  \       *     mA.        e  (c  —  a)  o.ooi  203  .  ,  ^     ^    , 

~-  (i  +  0.003  67  /i)  cm».    Then,  -r ' ^^  =  weight  of  the 

P^  7^0/    I  a    s\ 

^  (1+0.003  67  O 
Pi 

volume  of  air  which  is  equal  to  the  volume  of  the  vapor,  very  nearly. 
Call  this  i4.  Then  b  —  a  +  A  =  weight  of  vapor  =  x.  Then  e{c  —  a) 
cm'  of  the  vapor  at  fe  and  p2  weighs  x  grams. 

We  may  calculate  the  weight  of  an  equal  volume  of  oxygen  imder 
the  same  conditions  of  temperature  and  pressure.  One  cm'  of  oxygen 
at  0°  and  760  mm.  weighs  o.ooi  429  gram.    One  cm'  will  become, 

according  to  the  gas  laws,  ^  (i  +  0.003  ^7  fe)  cm'  at  k  and  p%.    Then 

e  (C  —  a)  O.OOI  420  .    1^       r  11  r  ^      , 

-7- ^-^  =  weight  of  an  equal  volume  of  oxygen  at  the 

^  (1+0.00367/2) 
Pi 

same  temperature  and  pressure.    Call  this  y.    Then  x  :y  ==  M  :  32, 

'X2X 

or  M  =  ^ — ,  where  M  =  the  density  or  molecular  weight  sought. 

Corrections.  For  accurate  work  other  corrections  must  be  ap- 
plied, for  instance:  first ^  a  correction  for  the  air  displaced  by  the 
weights;  second,  glass  expands  and  the  bulb  holds  more  at  a  high 
temperature  than  at  a  low  temperature,  therefore,  we  should  cor- 
rect for  the  cubical  expansion  of  glass;  third,  when  the  vapor  has 
condensed,  a  partial  vacuum  is  produced,  and  the  atmospheric  pres- 

^  The  standard  reference  work  for  numerical  constants,  and  tables  in  great 
variety,  is  "  Physikalisch-Chemische  Tabcllen,"  Landolt-Bfimstein-Meyeriioffer, 
third  edition,  861  pp.  (1905). 

Van  Nostrand's  "Chemical  .\nnual,"  edited  by  J.  C.  Olsen,  580  pp., 
issue  (1909),  contains  the  most  used  tables. 
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sure  reduces  the  size  of  the  bulb,  which  then  displaces  too  little  air; 
fourth,  the  method  is  subject  to  a  characteristic  source  of  error. 
If  a  substance  contains  an  impurity  of  high  boiling  point,  the  sub- 
stance will  boil  off  and  the  bulb  may  contain  mainly  the  impurity  at 
the  time  of  sealing.  On  the  other  hand,  if  the  impurity  boils  at  a 
lower  temperature  than  the  substance,  it  is  driven  oflF,  and  the  deter- 
mination is  made  upon  purer  material  than  the  original  sample. 

Discussion.  The  Dumas  method  is  useful  over  a  wide  range  of 
temperatures,  as  the  bulb  may  be  made  of  porcelain  instead  of  glass, 
and  baths  of  molten  metals  may  be  used.  It  requires  a  longer  time 
for  the  experimental  part  and  more  calculation  than  the  other  three 
methods,  but  it  gives  remarkably  good  results  in  the  laboratory,  even 
in  the  hands  of  beginners. 

Hofmann  Method.  In  the  Hofmann  method  we  vaporize  a  known 
weight  of  a  substance  at  a  known  temperature,  and  measure  the 
volume  which  it  occupies  at  this  temperature. 

A  graduated  tube  containing  at  least  100  cm'  is  filled  completely 
with  clean  mercury.  Air  bubbles  are  swept  out  with  a  feather,  or  by 
flowing  the  mercury  to  and  fro.  A  minute  bottle  with  a  glass  stopper 
is  weighed  empty,  filled  with  the  substance,  weighed  again,  and  the 
difference  in  weights  is  the  weight  of  substance  taken.  Or  a  small, 
thin-walled  bulb  with  a  capillary  stem  is  blown,  weighed  empty, 
filled  with  the  liquid,  sealed,  and  weighed  again.  The  difference  in 
weights  gives  the  weight  of  the  substance.  This  small  bottle  or  bulb 
containing  the  weighed  amount  of  the  substance  is  inserted  in  the 
graduated  tube  while  the  latter  is  held  in  a  slanting  position.  The 
tube  is  then  brought  to  a  vertical  position  over  a  trough  of  mercury. 
If  the  bottle  or  bulb  is  inserted  while  the  tube  is  in  a  vertical  position 
the  bottle  may  open,  or  the  bulb  may  burst,  before  it  has  reached  the 
surface  of  the  mercury.  The  force  of  the  explosion  is  sometimes 
sufficient  to  drive  mercury  to  the  top  of  the  tube  and  break  it. 

When  the  tube  is  brought  to  a  vertical  position  the  mercury  drops. 
This  is  not  an  indication  of  leakage  or  the  presence  of  air.  There 
is  a  Torricellian  vacuum  at  the  top,  and  of  course  mercury  will  not 
stand  higher  than  the  barometric  height. 

A  mantle  surrounds  the  tube,  and  vapor  from  some  substance 
boiling  in  a  nearby  flask  is  led  into  this  mantle.  The  apparatus  is 
shown  in  Fig.  16.  When  the  temperature  has  become  constant,  and 
all  the  substance  has  vaporized,  the  volume  of  the  vapor  is  read. 
The  height  of  the  mercury  column  is  read  also  by  means  of  a  cathe- 
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tometer.  A  pendulum  cathetometer  with  wires  on  two  arms,  so 
arranged  that  one  wire  may  be  on  one  side,  the  other  wire  on  the 
other  side  of  the  mantle  and  tube,  is  a  convenieot  instrument  to  use 
for  this  pmpose.  The  wires 
of  the  cathetometer  serve  to 
keep  the  eye  at  the  right  level 
in  all  the  readings. 

The  barometric  pressure  is 
noted  at  oncej  the  b<Nl{ng 
point  of  the  substance  used 
for  heating  gives  us  the  tem- 
perature (li)  of  the  vapor  in 
the  tube  surrounded  by  it,  and 
the  experiment  is  finished. 

Calculatioii.  Let  x  equal 
the  weight  of  the  substance,  v 
the  volume  of  vapor  at  h  and 
Pi,  p  the  reading  of  the  barom- 
eter, Pc  the  barometric  read- 
ing corrected  to  zero  d^rees,* 
B  the  height  of  the  mercury 
column  from  the  surface  in 
contact  n-ith  the  vapor  to  the 
surface  in  the  trough,  Bt  the 
height  of  this  merouy  column 
corrected  to  zero  degrees. 

We  may  consider  the  mer- 
cury column  as  consisting  of 
two  parts,  the  length  nithin 
the   jacket,    and   presumably 


Rg.  16. 


close  to  the  temperature  /i,  and  the  length  without  the  jacket  down 
to  the  trough.  The  mercurj'  in  the  trough  is  at  a  decidedly  lower 
temperature.  The  column  conducts  heat,  and  we  may  consider  that 
this  second  section  has  a  temperature  approximately  the  arithmetica] 
mean  of  the  temperature  in  the  trough  and  li.  g  =  vapor  pressure  of 
mercury  at  /|.t    Then  Pc  ~  B,  —  q  =  p,. 

*  Tbe  mercuiy  in  a  barometer  at  room  temperature  a  specifically  lighter  thu 
it  would  be  at  0°.  Therefore  (he  actual  reading  is  higher  than  it  would  be  at  o*. 
Tables  for  this  correction  are  contained  in  L.-B.-M.,  loc.  cit. 

t  Sec  tablea,  L.-B.-M..  loc.  cit. 

q  —  0.17  mm.  ftt  100°  and  8.53  mm.  at  iSo*. 
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Now  calculate  the  weight  of  an  equal  volume  of  oxygen  at  d  and  Pi. 

Call  this  y.     Then  x:y  =  M:s2  and  Jlf  =  ^^,  where  M  is  the 

vapor  density  or  molecular  wdght  sought. 

Discussion.  The  Hofmann  method  is  accurate  and  easy,  and 
gives  good  results  in  the  hands  of  beginners.  Its  range  is  small,  as  we 
must  use  glass  and  mercury,  and  mercury  boils  at  357°  and  glass 
softens  not  far  above  this  temperature. 

The  diminished  pressure  has  the  same  effect,  so  far  as  the  applica- 
tion of  the  gas  laws  is  concerned,  as  a  higher  temperature,  and  so  it 
is  not  necessary  that  the  vapor  should  be  thirty  to  forty  degrees 
above  the  boiling  point  of  the  substance.  In  fact,  the  method  may  be 
so  adapted  as  to  give  useful  results  at  temperatures  even  below  thqge 
at  which  the  substances  boil  imder  atmospheric  pressure. 

Victor  Meyer  Method.  In  the  Victor  Meyer  method,  we  de- 
termine, by  the  air  displaced,  the  volume  a  weighed  amount  of  sub- 
stance would  have  occupied  as  a 
vapor  at  the  temperature  of  the 
room, 

A  small  quantity  of  the  sub- 
stance is  weighed  out  in  a  bottle 
or  bulb  as  for  the  Hofmann 
method.  The  apparatus  consists 
of  an  inner  vessel,  a  tube  a  little 
less  than  one  cm.  in  diameter, 
and  perhaps  75  cm.  long,  enlarged 
at  the  bottom.  The  capacity  of 
the  enlargement  is  from  100  to 
250  cm'.  This  inner  vessel  is 
suspended  in  an  outer  mantle, 
wherein  some  substance  is  boiled 
to  produce  the  necessary  con- 
stant high  temperature. 

The  little  bulb  containing  the 
weighed  amount  of  substance  is 
inserted  in  the  upper  part  of  the  _. 

inner  vessel,  and  is  prevented  from 

falling  by  a  glass  rod  which  projects  through  a  side  tube.  The  joint 
between  this  glass  rod  and  the  side  tube  is  made  with  flexible  rubber 
tubing,  gafi-tight,  but  in  such  a  way  that  we  may  pull  out  the  rod  and 
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permit  the  bulb  to  drop  when  we  wish.  Another  side  arm  from  the 
inner  tube  leads  to  a  burette  full  of  water  or  mercury  furnished  with 
a  leveling  bulb.    The  apparatus  is  shown  in  Fig.  17. 

The  liquid  in  the  outer  mantle  is  heated  until  it  boils.  The  upper 
end  of  tfie  inner  vessel  is  closed  and  the  level  of  the  liquid  in  the 
burette  is  noted.  If  the  temperature  in  the  inner  vessel  has  become 
constant,  there  will  be  no  change  in  the  level  of  the  liquid  in  the 
burette. 

When  we  are  reasonably  sure  that  the  temperatiu^  has  become 
constant  and  will  remain  constant  for  two  or  three  minutes,  we  pull 
out  the  side  arm  and  permit  the  substance  to  drop  to  the  bottom. 
The  impact  and  increased  temperature  breaks  the  bulb  or  drives  the 
stopper  out  of  the  bottle,  and  the  substance  vaporizes  at  the  bottom 
of  the  inner  vessel.  The  vapor  acts  like  a  piston,  forcing  out  or  dis- 
placing the  air,  which  is  driven  through  the  side  arm  and  is  collected 
in  the  burette.  We  alter  the  position  of  the  leveling  bulb  and  measure 
the  increase  in  volume  of  air  in  the  burette.  The  vaporized  substance 
remains  in  the  hot  chamber,  and  what  we  measure  is  the  volimie  of 
air  displaced.  This  volume  is  the  volume  which  the  substance 
would  have  occupied  if  we  could  have  had  it  as  a  gas  at  room  tempera- 
ture and  the  prevailing  pressure.  We  need  not  know  the  temperature 
of  the  inner  vessel  if  only  we  are  sure  that  it  is  thirty  or  forty  degrees 
above  the  boiling  point  of  the  substance  we  are  investigating,  and  if 
we  are  sure  it  is  constant  throughout  the  experiment.  We  must  be 
careful  not  to  use  too  much  substance  or  the  vapK)r  will  fill  the  inner 
vessel  so  completely  that  it  may  rise  to  a  cooler  region  and  partly  con- 
dense.    This  would  of  course  vitiate  our  results. 

It  is  well  to  place  a  layer  of  previously  ignited  sand,  or  of  mercury, 
or  of  glass  beads,  or  glass  wool  at  the  bottom  of  the  inner  vessel  to 
protect  it  from  the  impact  of  the  falling  bulb  or  bottle. 

If  we  use  water  instead  of  mercury  in  our  burette,  it  should  be 
saturated  with  air  before  the  experiment  is  begun.  The  temperature 
of  the  water  or  mercury  and  the  air  in  the  burette  is  that  shown  by  a 
thermometer  hanging  by  its  side.  We  read  the  barometer  and  the 
e.\p)erimcnt  is  finished. 

Calculation.  Let  .v  equal  the  weight  of  the  substance,  /i  the  tem- 
p)erature  of  the  water,  v  the  volume  in  cm'  which  we  measured  directly 
from  the  graduation  on  the  burette,  pi  the  pressure  of  the  substance  as 
a  gas  within  the  burette.  This  is  equal  to  the  barometric  pressure 
less  the  vapor  pressure  of  water  at  the  temperature  ti. 
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We  look  up  in  tables  this  vapor  pressure  of  water  at  tu  Let  it 
equal  q.  Then  pi  =  p  —  q.  If  mercury  is  used  this  correction  is 
not  necessary.    Calculate  the  weight  of  v  cm^  of  oxygen  at  ti  and  pi. 

Let  this  equal  y.    Then  x  :  y  =  M  :  32  and  M  =  - — ,  where  ilf=  the 

vapor  density  or  molecular  weight  sought. 

If  we  have  many  determinations  to  make,  we  can  construct  our 
apparatus  with  a  large  inner  vessel  and  make  a  series  of  experiments 
in  rapid  succession;  but  in  general  we  must  not  work  slowly,  because 
diffusion  proceeds  constantly,  and,  given  time  enough,  the  vapor  will 
rise  out  of  the  hotter  portion  of  the  inner  vessel  to  cooler  regions 
and  condense. 

Discussion.  This  method  has  a  wide  temperature  range.  For 
instance,  vaporizing  vessels  have  been  made  of  platinum  and  in- 
serted directly  in  an  electric  furnace.  It  is  the  most  used  of  all  the 
vapor  density  methods. 

Bleier  and  Kohn  or  Lumsden  Method.  In  the  fourth  method 
we  measure  the  change  in  pressure  due  to  the  vaporization  of  a 
known  weight  of  substance  while  the  volume  and  temperature  are 
held  constant.  Apparatus  utilizing  this  principle  to  determine  mo- 
lecular weights  was  devised  by  G.  Dyson,*  by  Bott  and  Macnair,t 
by  T.  W.  Richards,}  by  Bleier  and  Kohn,§  and  by  J.  S.  Lumsden. || 
Most  generally  used  are  "the  arrangements  described  in  the  last  two 
articles,  hence  the  method  is  commonly  called  Bleier  and  Kohn's 
or  Lumsden's.  Following  is  a  description  of  Bleier  and  Kohn's 
apparatus. 

Suppose  we  have  a  vessel  which  contains  22  400  cm^  and  in  it  one 
molecular  weight  in  grams  of  any  gas  at  0°.  The  pressure  will  be 
760  mm.  Suppose  we  have  half  a  molecular  weight  in  grams  pres- 
ent; then  the  pressure  will  be  only  ^f  ^.  Or,  the  pressure  observed 
is  the  same  fraction  of  760  mm.  as  the  amount  of  gas  present  is  of 
a  molecular  weight  in  grams. 

Imagine  that  the  vessel  is  empty  and  that  we  put  into  it  fifty 
grams  of  a  gas  of  unknown  molecular  weight.     We  measure  the 

•  Chem.  News,  55,  88  (1887). 

t  Berichted.  chem.  Ges.,  20,  916-922  (1887). 

t  Chem.  News,  59,  87  (1889). 

§  Monatshefte  f.  Chem.,  20,  505-538  and  909-925  (1899). 

A  review  of  their  articles  may  be  found  in  Jour.  Chem.  Soc.  (London)  76,  643, 

(1899). 

II  Jour,  Chem.  Soc,  (London)  83,  342-349  (1903)- 
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pressure  and  find  it  to  be  190  mm.  Then  {%%  is  the  fraction  of  a 
molecular  weight  present.  Let  M  =  the  molecular  weight.  Then 
^  Hi  =  5o>  or  M  =  200. 

Suppose  the  vessel  is  not  entirely  empty,  but  contains  enough  of 
some  indifferent  gas  to  exert  a  pressure  of  380  nun.  Jf  J  =  §•  One- 
half  a  molecular  weight  is  present.  Let  us  add  one-fourth  of  a 
molecular  weight  in  grams  of  some  other  gas.  There  will  then  be 
present  three-fourths  of  a  molecular  weight,  and  the  pressure  will  be 
f  of  760,  or  570  mm.  570  —  380  =  190  mm.  That  is,  we  obtain  the 
same  increase  in  pressure  as  if  the  gas  had  been  put  in  the  empty 
vessel.  Then  the  increase  in  pressure  caused  by  adding  a  quantity 
of  a  gas  is  the  same  fraction  of  760  as  the  weight  of  the  added  gas  is 
of  a  molecular  weight,  whether  something  else  be  present  or  not. 

Let  \p  equal  the  observed  increase  in  pressure  and  g,  the  grams  of 

substance.    Then  — ^  =  -—  • 

760      M 

But  we  are  not  confined  to  a  vessel  of  this  particular  size.     We 

might  use  one  only  half  as  large.    Then  a  molecular  weight  in  grams 

present  would  exert  double  the  normal  pressure,  or  2  X  760,  ».«.,  1520 

a 

mm.  and  our  formula  would  become;  M  =  -^  1520. 

For  any  vessel,  we  can  calculate  the  pressure  which  would  be  ex- 
erted by  a  molecular  weight  in  grams  of  a  gas  within  it.  This  pressure 
is  of  course  a  constant  as  long  as  the  volume  and  temperature  remain 
constant.    Let  us  call  it  the  constant  for  the  vessel  and  denote  it  by  c. 

a 

Our  formula  may  now  be  written  in  its  final  form;  M  =  -j^c. 

For  the  sake  of  simplicity  we  reasoned  on  the  assimiption  that  the 
temperature  was  zero.  But  what  has  been  said  will  hold  just  as  well 
for  any  other  tcm[^)erature  as  for  zero.  It  is  only  necessary  that  the 
temperature  be  held  constant.  For  example,  suppose  with  our 
original  vessel  and  one  molecular  weight  of  any  gas  in  it,  we  raise 
the  temperature  to  100°.  From  the  third  gas  law  we  know,  that 
when  V  is  held  constant,  the  pressure  increases  as  the  absolute  tem- 
perature, or  p :  pi  =  T :  Ti,  then  760 :  pi  =  273  :  373,  from  which 
pi  =  1038-f .  Thus  r,  the  increase  in  pressure  produced  by  the  ad- 
dition of  a  molecular  weight  in  grams  of  any  gas,  is  not  760  but 
1038+  under  these  other  conditions.  For  any  vessel  at  any  tem- 
perature we  may  calculate  a  constant,  c,  and  the  formula  will  hold  as 
given. 
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Desoriptiou  of  Apparatus.  The  apparatus  is  a  modification  of 
Victor  Meyer's,  with  the  substitution  of  an  adjustable  manometer 
tube  for  the  measuring  bu- 
rette and  leveling  bulb,  as 
shown  in  Fig.  18.  In  carry- 
ing out  an  experiment  we 
first  weigh  our  substance  in 
a  small  bottle  or  bulb,  as 
for  the  Hofmann  or  Victor 
Meyer  method.  We  reduce 
the  pressure  in  the  apparatus 
by  means  of  a  water  pump 
and  then  close  the  stop  cock, 
C,  leading  to  the  pump.  By 
means  of  the  leveling  bulb 
we  adjust  the  mercury  me- 
niscus at  A.  We  read  the 
position  of  the  meniscus  at 
B.  After  the  liquid  m  the 
mantle  has  boiled  long  enough 
to  bring  the  inner  vessel  to 
a  constant  temperature,  we 
permit  the  bulb  containing 
the  weighed  amount  of  sub- 
stance to  drop.  It  breaks  and  the  substance  vaporizes,  and  the 
mercury  in  the  manometer  falls  from  A.  With  the  leveling  bulb  we 
bring  it  back  to  A  exactly.  Thus  the  volume  is  the  same  as  at  first. 
Of  course,  the  other  meniscus  of  the  manometer  is  higher,  at  D. 
Then  the  distance  from  B  to  ZJ  is  the  increase  in  pressure  produced 
by  the  vaporization  of  the  known  weight  of  substance.    We  insert 

this  value  in  the  formula  ^  —  \l'^  *nd  calculate  M  very  quickly  if 

we  know  c. 

Detenninatioii  of  c.  We  may  calculate  the  value  of  c  in  the 
manner  already  indicated  if  we  know  the  capacity  of  the  apparatus, 
but  usually  it  is  quicker  and  more  convenient  to  determine  it  experi- 
mentally by  carrying  through  an  experiment  with  a  substance  of 
known  molecular  weight.  By  substitution  in  the  formula,  we  may 
solve  for  c,  and  the  value  thus  determined  is  the  constant  for  that 
particular  apparatus  and  temperature. 


Fig.  18. 
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Of  course  with  one  and  the  same  apparatus  the  values  for  c  are 
diflFerent  for  different  temperatures.  They  may  be  calculated  from 
any  one  known  value  for  c,  but  usually  it  is  safer,  as  well  as  more 
convenient,  to  run  through  a  preliminary  experiment. 

Discussion.  The  method  is  reasonably  accurate.  It  is  easily 
carried  out,  and  the  calculation  is  simple.  The  gas  laws  apply^at  low 
pressures  as  at  high  temperatures  and  so,  exhausting  the  apparatus 
rather  far,  successful  determinations  have  been  made  with  it  on  sub- 
stances as  much  as  90°  below  their  boiling  points.  The  method  has 
as  wide  a  range  as  the  Victor  Meyer  method,  for  we  may  have  the 
inner  vessel  at  any  temperature  whatever,  so  long  as  that  tempera- 
ture is  constant  during  the  experiment. 

There  is  little  likelihood  of  unobserved  error,  for  any  leakage  or 
inconstancy  of  temperature  is  at  once  noted  by  motion  of  the  me- 
niscus at  A.  If  diffusion  occurs  and  some  substance  gets  to  cooler 
parts  and  condenses,  the  resulting  diminution  in  pressure  shows 
itself  in  the  same  way.  Error  from  this  cause  need  not  be  feared 
if  the  vaporized  substance  fills  not  more  than  two-thirds  of  the 
heated  part  of  the  enclosed  volume.  The  volume  occupied  by  the 
vaporized  substance  is  easily  calculated  from  the  measured  increase 
in  pressure.  For  instance,  if  the  vaporized  substance  occupies  two- 
thirds  of  the  volume,  the  final  pressure  is  three  times  the  original 
pressure. 

A  source  of  error  is  inherent  in  this  method.  When  the  substance 
vaporizes  it  forces  hot  air  to  a  cooler  portion  of  the  apparatus  where 
it  contracts.  Thus  the  observed  increase  in  pressure  is  always  a 
little  less  than  it  should  be.  If  about  the  same  volume  of  vapor  is 
produced  when  a  molecular  weight  determination  is  being  made  as 
was  produced  when  the  constant  of  the  apparatus  was  being  de- 
termined, this  error  is  negligible.  An  apparatus  dexised  by  Menzies 
for  another  purpose  may  be  employed  here  in  such  a  way  as  to  elimi- 
nate this  error.  It  is  described  and  illustrated  in  Chapter  XXIII, 
and  its  application  in  this  connection  is  there  explained. 

Abnormal  Vapor  Densities.  The  density  of  ammoniiun  chloride 
as  a  gas,  to  agree  with  the  formula  XH4CI,  should  be  53.5  when 
oxygen  is  32;  but  it  is  less  than  this,  and  the  higher  the  temperature, 
the  lower  the  vapor  density,  to  a  minimum  of  26.75.  Henri  Ste, 
Claire  Deville  suggested,  in  1857,  that  the  substance  dissociates,  one 
molecule  of  NH4CI  giving  one  molecule  of  NHj  and  one  molecule  of 
HCl,  thus  doubling  the  number  ot  molecules  present.    According  to 
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Avogadro's  theory,  this  doubling  of  the  molecules  should  double  the 
volume,  and  halve  the  density. 

Pebal  proved  experimentally  in  1862  that  this  dissociation  actually 
occurs.  He  vaporized  ammonium  chloride  in  a  tube  of  large  diam- 
eter, at  one  side  of  a  porous  partition,  which  divided  the  tube  into 
two  chambers.  At  first  he  used  unglazed  porcelain,  but  later,  to 
meet  certain  objections  which  were  raised,  he  made  this  membrane  of 
ammonium  chloride  itself.  Ammonia,  having  a  less  vapor  density 
than  hydrogen  chloride,  diffuses  through  fine  openings  more  rapidly, 
and  in  this  way  he  separated  the  two  gases,  showing  that  the  gas 
which  came  through  the  membrane  had  an  alkaline  reaction  while 
the  gas  which  remained  behind  showed  an  acid  reaction  with  litmus 
paper. 

Phosphorus  Pentachloride.  Phosphorus  pentachloride  as  a 
vapor  is  colorless,  but  it  dissociates  according  to  the  reaction, 
PCI5  =  PCI3  +  CI2.  When  the  temperature  is  raised  the  vapor  grows 
greener  due  to  the  presence  of  more  chlorine,  and  we  may  follow  the 
dissociation  of  the  gas  qualitatively  by  the  color  change. 

Nitrogen  Tetroxide.  Nitrogen  tetroxide,  N2O4,  is  itself  colorless, 
but  it  dissociates  according  to  the  reaction,  N204  =  2  NO2.  Nitrogen 
dioxide  is  a  reddish  brown.  In  this  case  also  we  can  follow  the 
progress  of  the  dissociation  qualitatively,  for  the  mixture  grows 
darker  brown  as  the  temperature  becomes  higher.  At  500°  the  gas 
becomes  colorless  again,  due  to  a  second  dissociation,  according  to  the 
reaction,  2  NO2  =  2  NO  +  O2.    Both  of  these  products  are  colorless. 

Animonium  Carbamate.  Such  dissociation  is  not  limited  to  a 
splitting  into  two  parts.  Ammonium  carbamate,  CO  (NH2)  (ONH4), 
dissociates  into  2  NH3  +  CO2,  one  molecule  giving  three,  and  the 
vapor  density  of  the  substance  diminishes  to  one-third  of  the  calcu- 
lated value. 

Sulphur.  Sulphur  near  its  boiling  point  has  a  vapor  density 
nearly  corresponding  to  the  molecular  formula  Se.  At  800°  its  vapor 
density  corresponds  to  the  formula  S2.  It  is  almost  universally  stated 
that  there  is  a  molecule  Se  which  splits  to  3  Sj.  In  solution,  by  other 
methods,  we  get  the  molecular  formula  Sg.* 

Comment.  Sg  is  not  very  different  in  its  chemical  properties  from 
S2.    By  analogy  we  might  expect  more,  because,  where  it  suits  our 

*  G.  Preuner  and  W.  Schupp,  Zeiischr.f.  phys.  Chem.,  68, 129-156  (1909),  have 
demonstrated  very  ingeniously  that  we  probably  have  Sg,  Se,  and  S3,  and  these 
only,  between  300°  and  850°  if  the  pressure  is  above  30  mm. 
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convenience  to  do  so,  we  ascribe  even  such  marked  differences  as  are 
observed  between  allotropic  forms  to  no  greater  difference  in  the 
molecule.  Here,  on  the  other  hand,  we  have  a  noteworthy  difference 
in  the  molecule  and  relatively  little  in  chemical  properties.  It  is 
worth  while  to  call  attention  to  this  usage,  as  it  emphasizes  the  pro- 
visional nature  of  our  theories.  The  plain  fact  is  that  the  beha\ior 
of  sulphur  vapor  does  not  anywhere  near  correspond  with  the  formu- 
lation of  the  gas  laws,  and  the  most  plausible  h3rpothesis  which  has 
occurred  to  us  as  yet  to  account  for  these  facts  is  gaseous  dissociation. 

Iodine.  Up  to  500°,  iodine  has  a  vapor  density  corresponding  to 
the  formula  I2.  At  1500°  and  under  diminished  pressure,  its  vapor 
density  corresponds  to  the  formula  I.  The  behavior  of  bromine  and 
chlorine  is  similar. 

Mercury.  With  mercury  we  have  no  such  variation.  The  vapor 
density  corresponds  to  the  formula  Hg  from  the  lowest  to  the  highest 
temperatures  at  which  it  has  been  measured. 

Acetic  Acid.  Acetic  acid  shows  the  reverse  phenomenon.  Just 
above  its  boiling  point  its  vapor  density  is  greater  than  the  value 
corresponding  to  the  formula  CH3COOH,  and  we  assume  that  it  con- 
tains double  molecules.    We  say  that  it  associates  or  polymerizes. 

Calculation  of  Degree  of  Dissociation.  Let  n  equal  the  num- 
ber of  molecules  obtained  by  the  dissociation  of  one  molecule.  Let 
8  ecjual  the  vapor  density  in  case  there  is  no  dissociation.  Let  A 
equal  the  vapor  density  obsers'cd.  Let  a  equal  the  fraction  of  the 
whole  which  is  dissociated. 

For  the  sake  of  clearness,  imagine  that  we  start  >\'ith  100  molecules. 
Then  100  a  is  the  number  dissociated,  and  these  will  give  us  by  their 
dissociation  100  afi  molecules.  Then  100  (i  —  a)  is  the  number  left 
undissociatcd.  Therefore  the  total  number  of  molecules  after  partial 
dissociation  has  occurred  equals  100 aw  +  100  (i  —  a). 

The  greater  the  number  of  mok^rules  the  greater  the  volume,  and 
the  less  the  vapor  density,  according  to  Avogadro's  theory.  There  is 
then  an  inverse  pn)i)orti()nality  between  the  va|X)r  densities  and  the 
number  of  molecules.     We  may  therefore  write 

100  :  100  a;i  +  100  (1  —  a)  =  A  :  5. 

5  —  A 
Solving  this,  we  obtain  the  expression  «  =  : -r-* 

^  (ft—  i)A 

Some  Data  upon  Degrees  of  Dissociation.  Diminution  of 
pressure  acts  like  increase  of  temi)erature  in  increasing  dissociation* 
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At  high  temperatures  and  low  pressures,  water  dissociates  in  a  meas- 
ure to  hydrogen  and  oxygen,  and  carbon  dioxide  to  carbon  monoxide 
and  oxygen.  The  following  tables  give  the  percentage  dissociated  of 
these  two  substances  at  four  different  pressures  and  temperatures. 
The  temperatures  are  on  the  absolute  scale.* 


Water. 


Temperature. 

P-IO 

atmospheres. 

P-i 
atmosphere. 

P-O.I 

atmosphere. 

P  -  O.OI 

atmosphere. 

1000 
1500 
2000 
2500 

0.0000139 
0.0103 
0.273 
1.98 

0.00003 
0.0221 
0.588 
3  98 

0.0000646 
0.0476 
1.26 
8.16 

0.000139 
0.103 
2.70 
16.6 

Carbon  dioxide. 


1000 

0.00000731 

0.0000158 

0.000034 

0.0000731 

1500 

0.0188 

0.0406 

0.0872 

0.188 

2000 

0.818 

1.77 

3-73 

7.88 

2500 

7.08 

IS. 8 

30.7 

SZ' 

Burning  carbon  to  carbon  monoxide  gives  but  one-third  as  much 
heat  as  is  obtained  when  it  is  burned  to  carbon  dioxide.  By  refer- 
ence to  the  tables  we  may  estimate  that  under  the  conditions  obtain- 
ing in  a  blast  furnace  there  must  be  some  loss  due  to  dissociation, 
but  that  it  cannot  be  serious. 

It  was  thought  that  carbon  could  be  burned  more  completely  if 
blast  furnaces  were  made  much  larger,  and  that  this  would  result 
in  an  economy  of  fuel.  It  is  evident  that  the  completeness  with 
which  carbon  is  burned  is  not  a  function  of  the  size  of  the  furnace. 
This  is  aii  illustration  of  the  value  of  theoretical  considerations  for 
practical  problems.  Anyone  with  a  fair  working  knowledge  of  the 
theories  of  the  science  could  have  foretold  that  the  object  would 
not  be  gained  by  such  increase  in  size.  The  enormous  blast  furnaces 
which  were  erected  would  have  been  costly  and  wasteful  experiments 
if  they  had  not  produced  economies  in  other  ways. 

Dissociation  and  Lighting.  In  the  light  giving  zone  of  an  illu- 
minating gas  flame  the  pressure  of  the  CO2  must  be  small  and  the 

•  These  tables  are  taken  from  Nemst,  "Theoretische  Chemie,"  sixth  edition 
(1909),  p.  681. 
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texroencize  c^t  be  nrarr  290c':  coBSKtoeatlT  saamt  fittle  heat  most 


be  rjeL  by  c5si  jC&icbc    Tbt  rarfiiiriinfr  b  pccportioaai  to  the  fourth 
or  fnh  pi:>'T)£r  i-c  ire  rr.  LWiAmre.  20  the  net  loss  m  Sighting  cffidcocy 

issooMXitoa  and  Fifkniiics.  In  the  case  of  aplaaoos  any  dis- 
LCioQ  Tocld  be  xdviztaeeoc2s  bet  ptcdsrfy  here  the  pressures  axt 
so  hfzh  ±e  d5isociLti*jc  is  oeslfzibte.  The  sobjcct  is  one  of  impor- 
tance in  view-  of  the  iDCicaang  anmixis  of  mtexml  combustioo 
enai:»?. 

Dissoriatioii  is  Frequent.  The  ptlriwumon  of  gaseous  disso- 
CLiti«xi  L5  znon  freqiient  than  was  at  nrst  supposed.  Probably  every- 
thuis:  15  df56<xiated  when  hot  exiourii  and  when  the  pressure  is  km 
eoough.  evtn  the  elemects  into  ^ngte  atoms  and  the  atoois  probably 
into  simpler  cocnpleies  of  electrons- 
Attempts  to  obsene  experimentally  a  dissociation  of  the  moiecuks 
of  nitrogen  and  ox>~gen  have  been  conducted  at  tcuipaaturcs  esti- 
mated to  be  nearly  1700'  at  a  pressure  of  760  mm.,  but  they  gave 
negative  results. 

Conduction  of  Heat  by  Dissociated  Gases.  We  have,  in  the 
experimental  study  of  the  conduction  of  heat  by  partially  dissociated 
gases,  a  further  argument  in  favor  of  the  kinetic  theory.  Heat  is 
conducted  by  a  gas  as  the  average  velocity  of  the  molecules.  In  all 
the  instances  cited,  dissociation  takes  place  with  the  absorption  of 
heat  and  when  the  reverse  reaction,  association,  takes  place,  heat  is 
evolved. 

Imagine  a  gas  partly  dissociated.  An  undissodated  molecule  in 
the  hotter  portion  of  the  containing  tube  dissociates,  thus  taking  up 
heat.  It  arrives  at  a  cooler  zone  and  there  associates,  thus  giNing  up 
this  heat.  In  other  words,  the  conduction  of  heat  should  be  more 
rapid  when  a  gas  is  partially  dissociated  than  when  it  is  either  not 
dissociated  at  all,  or  is  completely  dissociated. 

It  has  been  found  ex|x?rimentally  that  nitrogen  dio.xide  in  a  partially 
dissociated  condition  conducts  heat  almost  three  times  as  ¥rcU  as 
when  it  is  completely  dissociated. 


CHAPTER  Xm 
LIQUIDS 

We  define  a  liquid  as  a  substance  which  has  a  definite  volume, 
but  no  definite  shape.  This  statement  establishes  the  main  differ- 
ence between  a  liquid  and  a  g^^  on  the  one  hand,  and  a  liquid  and  a 
solid  on  the  other. 

Kinetic  Theory.  We  apply  an  analogy  drawn  from  our  study  of 
gases  and  say  that  we  believe  liquids  consist  of  molecules  moving  in 
straight  lines  and  also  about  their  axes.  We  assume  that  the  mole- 
cules of  a  liquid  move  amongst  themselves  with  comparative  ease 
and  so  account  for  the  fact  that  the  liquid  fills  completely  the  bottom 
of  any  containing  vessel.  We  also  assume  that  the  molecules  of  a 
liquid  are  close  enough  together  to  exert  a  mutual  attraction  in  excess 
of  the  energy  of  the  motion  in  straight  lines.  This,  we  suppose,  re- 
strains them  from  flying  apart  and  filling  completely  any  containing 
space,  as  does  a  gas.  This  attraction  is  the  force  which  we  denote  by 
a  in  van  der  Waals*  equation.  The  study  of  liquids  furnishes  no  such 
regularities  nor  great  generalizations  as  the  gas  laws. 

Density.  By  density,  sometimes  called  specific  mass,  we  mean 
the  mass,  expressed  in  grams,  contained  in  unit  volume,  (one  cm') .  By 
definition  the  density  of  water  at  4°  is  one,  and  we  may  neglect  the 
slight  error  made  in  the  original  determinations  of  our  units,  (i  cm' 
water  at  0°  weighs  0.99997-!-  grams.)  Specific  gravity  is  the  ratio 
between  two  weights  contained  in  equal  volumes,  and  if  water  at  4° 
be  taken  as  the  standard  of  comparison  it  is  the  same  as  density. 

Determination  of  Density.  The  hydrometer,  also  called  areom- 
rter,  consists  of  a  weighted  glass  bulb  with  a  stem  carrying  a  scale. 
We  read  off  the  specific  gravity  from  this  scale  according  to  the  depth 
to  which  the  instrument  sinks  in  the  liquid  being  measured.  These 
results  are  decidedly  crude  but  they  are  much  used  in  many  tech- 
nical processes.  The  pycnometer  is  a  more  accurate  instrument. 
Three  forms  are  illustrated  at  a,  (,  and  c  in  Fig.  19.  a  is  a  thin  glass 
bottle,  holding  between  10  and  50  cm',  with  a  ground  glass  stopper 
which  terminates  in  a  capillary  tube.  Weigh  it  empty,  then  full  to 
the  top  of  the  capillary,  first  with  water,  then  with  the  liquid  to  be 
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investigated,  and  from  these  results  we  may  make  our  comparison. 
The  form  6  is  the  most  convenient  we  have.  It  is  filled  by  suction. 
Holding  a  bit  of  filter  paper  to  the  fine  jet  at  the  left,  liquid  may  be 
withdrawn  until  the  meniscus  in  the  capillary  at  the  right  stands 
exactly  at  the  mark.  Thus  it  is  ea^  to  secure  equal  volumes  accu- 
rately,   c  shows  a  different  apparatus  recommended  by  Kohlrausch. 


A 


A  glass  "  sinker,"  in  which  a  thermometer  is  incorporated,  is  suspended 
from  the  balance  and  weighed,  first  in  air,  second  in  water,  tliird  in 
the  liquid.  From  these  weights  the  calculations  follow  readily. 
Kohlrausch  obtained  results  correct  to  the  sixth  decimal  place  with 
this  instrument.*  The  sinker  may  be  made  of  quartz  ^ass  or  plat- 
inum for  use  at  high  temperatures. 

Effect  of  Temperature.  It  is  a  rule  with  but  few  exceptions 
that  liquids  ex])and  with  increase  of  temperature,  but  no  rt^larity 
has  been  observed  between  the  rates  of  expansion  of  different  liquids, 
nor  is  there  a  simply  formulated  regularity  in  the  rate  of  expansion  of 
any  one  single  liquid.  For  example,  water  decreases  in  volume  frcmi 
0°  to  4°,  its  tcm|XTaturc  of  maximum  density.  It  expands  four  per 
cent  of  its  volume  when  raised  from  0°  to  100°,  and  of  these  four  per 
cent,  one  per  cent  occurs  between  0°  and  $0°,  and  the  other  three 
per  cent  between  50°  and  100°, 

Specific  Volume.  Specific  volume  is  the  ratio  between  two  vol- 
umes containing  equal  masses.  If  water  be  taken  as  the  standard  it 
is  the  reciprocal  of  the  density. 

*  "  Lehrbuch  der  rraLtiscben  Pbysik,"  F.  Rohlmiuch,  cici-enth  ediiim,  736PP, 
Ugto),  p.  68. 
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Molecular  Volume.  In  order  to  bring  out  any  relationships 
which  may  exist  between  density  and  chemical  constitution  we  must 
convert  these  arbitrary  measures  into  terms  expressed  in  our  chemical 
imits.  We  do  this  by  the  aid  of  what  we  call  the  molecular  volume, 
Vm,  the  volume  occupied  by  a  molecular  weight  in  grams,  the  specific 
volume  times  the  molecular  weight.  For  instance,  the  density,  of 
benzene,  CeH«,  at  0°  is  0.9.    Then  its  specific  voliune  is  ^  and  its 

TO   y    *7R 

molecular  volume  is —  =  86.6+.    A  molecular  weight  in  grams 

of  benzene  at  0°  occupies  86.6+  cm*. 

Corresponding  Conditions.  The  question  rises,  at  what  tempera- 
ture should  comparisons  be  instituted.  There  is  no  obvious  reason 
why  the  densities  of  substances  as  related  to  their  chemical  properties 
should  be  compared  at  0°  or  100®  or  any  other  point  on  the  scale. 
H.  Kopp  (i  817-1892)  carried  out  a  large  niunber  of  experimental  inves- 
tigations and  finally  concluded  to  make  the  comparison  at  their  boil- 
ing points.  This  was  a  fortunate  choice,  for  much  later,  reasoning 
from  van  der  Waals'  equation,  which  is  also  called  the  **  equation 
of  conditions,"  we  have  developed  what  we  call  the  theory  of  corre- 
sponding states  (which  will  be  discussed  later),  and  according  to  this, 
chemical  properties  are  best  compared  when  substances  are  at  tem- 
peratures which  are  equal  fractions  of  the  distance  between  the  abso- 
lute zero  and  their  critical  temperatures.  Now  the  boiling  point  of  a 
substance  (at  760  mm.  pressure),  on  the  absolute  scale,  has  been 
found  to  be  about  two-thirds  of  its  critical  temperature,  and  so  Kopp 
inadvertently,  or  instinctively,  chose  as  we  should  choose  to-day. 

Kopp's  Results.  He  calculated  the  molecular  volumes  of  sub- 
stances at  their  boiling  points  by  extrapolation  from  determinations 
at  lower  temperatures.  He  found  that  metameric  *  substances  have 
nearly  the  same  molecular  volume,  and  that  equal  differences  in  com- 
position (such  as  the  constant  difference  of  CH2  between  successive 
members  of  a  homologous  series)  correspond  to  nearly  equal  differ- 
ences in  molecular  volimies. 

He  concluded  that  the  molecular  volume  is  an  additive  property, 
the  sum  of  the  volumes  apparently  occupied  by  the  atoms. 

Atomic  Volumes  within  Molecules  of  Liquids.  Kopp  esti- 
mated what  he  called  the  atomic  voliune;  i.e.,  the  voliune  occupied 
by  one  atomic  weight  of  a  substance,  as  follows: 

*  The  distinction  between  isomer  and  metamer  is  not  maintained,  and  isomer 
is  generally  used  as  if  synonymous  with  metamer. 
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Vm 

DifTerenoe. 

Pormic  acid 

HCOOH 
CHiCOOH 
CH,CH,COOH 
CH,CH,CH,COOH 

42 

64 
86 

108 

Acetic  acid 

22 

Propionic  acid 

22 

Butyric  acid 

22 

The  table  contains  the  molecular  volumes  of  four  acids  in  a  homol- 
ogous series.  It  will  be  noticed  that  an  addition  of  CH2  increases 
the  molecular  volume  by  22  units  in  each  case.  Therefore  the  volume 
to  be  ascribed  to  the  presence  of  this  CH2  is  22  units.  Kopp  next 
observed  that  when  two  atoms  of  hydrogen  were  substituted  for  one 
atom  of  carbon,  the  molecular  volume  of  the  compound  was  not 
changed.  For  example,  cymol,  C10H14  has  a  molecular  volume  of 
187.  Octane,  CgHw,  has  a  molecular  volume  of  187  and  it  may  be 
considered  as  cymol  diminished  by  two  carbon  atoms  and  increased 
by  four  hydrogen  atoms.  Then  as  CH2  equals  22  and  one  atom  of 
carbon  occupies  the  volume  of  two  atoms  of  hydrogen,  the  atomic 
volume  of  carbon  may  be  said  to  be  11,  and  the  atomic  volume  of 
hydrogen  5.5. 

Knowing  now  these  values,  they  may  be  subtracted  from  the  molec- 
ular volume  of  a  compound  containing  a  third  element  and  the  re- 
mainder is  the  value  to  be  ascribed  to  this  third  element.  In  this 
way  Kopp  calculated  numerous  atomic  volumes.* 

He  observed  variations  in  the  atomic  volume  which  appeared  to  be 
due  to  the  position  of  the  atom,  to  the  way  in  which  it  was  connected 
with  other  atoms  in  the  molecule.  Then  the  atomic  volume  is  in 
this  measure  a  constitutive  property.  He  found  that  oxygen  in  the 
hydroxyl  group  has  an  atomic  volume  of  7.8,  while  oxygen  doubly 
linked  with  carbon  has  an  atomic  volume  of  12.2.  Similar  exceptions 
were  found  for  other  elements.  He  found  also  that  4.4  units  should 
be  added  for  each  "  double  bond."  This  property  may  then  be  used 
as  an  argument  for  the  presence  or  absence  of  a  "  double  bond." 

Hexahydro  derivatives  of  benzene  have  a  smaller  molecular  volume 
than  isomeric  olefines,  i.e.,  the  formation  of  a  ring  results  in  a  con- 
traction of  the  molecule. 


*  The  atomic  volumes  so  derived,  representing  the  relative  space  occupied 
within  a  liquid  molecule,  must  not  be  confused  with  the  atomic  volumes  discussed 
in  Chapter  VII,  derived  by  dividing  the  atomic  weight  by  the  density  of  the  solid 
element. 
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Addidonal  work  has  demonstrated  that  these  rules  are  not  in- 
variably applicable.  The  atomic  volumes  of  all  elements  are  more 
or  less  variable,  and  the  molecular  volume  is  partly  additive  and 
partly  constitutive.  Therefore  we  cannot  formulate  it  satisfactorily. 
Traube  says  that  these  rules  of  Kopp  do  not  apply  because  of  asso- 
ciation of  molecules  in  the  liquid  state. 

Covolume.*  Traube  believes  we  must  distinguish  between  the 
volume  occupied  by  the  kernel  of  matter  at  the  center  of  an  atom,  a 
somewhat  compressible  shell  of  luminiferous  ether  attached  to  this 
kernel,  and  another  space  out  of  which  the  atom  keeps  other  atoms 
and  within  which  it  is  free  to  vibrate.  This  additional  space,  occu- 
pied and  defended  by  the  atom,  is  called  the  covolume.  The  reason- 
ing is  applicable  also  to  molecules,  and  the  molecular  covolume 
appears  to  be  nearly  a  constant  quantity  for  many  substances. 

Traube  calculated  a  series  of  atomic  volumes,  much  as  did  Kopp. 

For  o**  he  found:  C  =  9.85;  H  =  3.05;  0  =  5.5.    The  molecular 

volume  of  ethyl  ether,  C4H10O,  at  o®  is  found  experimentally  to  be 

99.5.    If  we  consider  the  molecular  volume  as  the  siun  of  the  atomic 

volumes  we  have, 

4  C  =  394 

10  H  =  30.5 

754 

The  difference,  or  99.5  —  75.4  =  24.1,  is  what  is  called  the  molecular 
covolmne. 

Application  to  Selecting  Molecular  Weights.  Suppose,  by 
analysis,  a  liquid  is  found  to  have  the  empirical  formula  C2H4O  and 
that  we  find  its  specific  volume  at  o®  is  1.073.  ^^  we  assume  C2H4O 
to  be  the  correct  formula,  we  have,  2Xi2  +  4  +  i6  =  44as  the 
molecular  weight,  and  the  molecular  volume  is  44  X  1.073  ~  47-2 1. 
Calculating  the  molecular  volume  as  the  sum  of  the  atomic  volumes, 
we  have  2  C  (19.70)  +  4  H  (12.20)  +  0  (5.5)  +  covolume  (24.1)  = 
61.5.  There  is  not  a  good  agreement  between  the  results  of  the  two 
methods  of  calculation.  The  next  possibility  is  that  the  molecular 
formula  is  C4H8C)2.  The  formula  weight  corresponding  to  this  is  88, 
and  the  molecular  volume  is  88  X  1.073  =  9442.  Calculating  the 
sum  of  the  atomic  volumes  we  have,  4  C  (39.4)  +  8  H  (24.4)  +  2  O 

•  See  "Ueber  den  Raum  der  Atome,"  by  J.  Traube.  Sammlung  Chemischer 
und  chemisch-technischer  Vortrftge,  edited  by  F.  B.  Ahrens,  4,  255-332  (1899). 
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(ii)  +  covolume  (24.1)  =  98.9,  a  fair  correspondence,  better  tfau 
would  be  obtained  with  the  next  possibility,  C«HiiOs,  and  so  the 
molecular  formula  is  probably  dHsOi. 

Association.  Traube  has  applied  this  method  to  a  number  of 
liquids,  and  his  results  indicate  that  many  substances  in  the  liquid 
state  are  associated;  that  they  consist  of  molecules  which  are  small 
multij)lcs  of  the  gaseous  molecules  of  the  same  substance.  His 
atomic  volumes  are  to  such  an  extent  constitutive  properties,  varyii^ 
according  to  the  way  the  atoms  are  connected  in  the  molecule,  that 
the  method  cannot  be  said  to  be  generally  useful. 

Compressibility.  Liquids  are  decidedly  incompressible,  and  dif- 
ferent li(iuids  are  differently  compressible.  For  example,  an  increase 
of  one  atmosphere  in  the  pressure  diminishes  the  volume  of  water 
0.000  042  9  of  its  original  volume,  while  the  same  increase  in  pressure 
(h'minishos  the  volume  of  ether  0.000  156  of  its  original  volume. 

T.  W.  Richards  (1868-  )  has  developed  interesting  considera- 
tions regarding  the  compressibility  of  liquids  and  solids  and  the 
"  interniolecuhir*'  cohesion  and  "  affinity  pressure"  of  atoms  within 
molecules.  Lack  of  space  prevents  us  from  entering  into  a  discttssioo 
of  !hi^  topic* 

Surfnco  Tension.  The  surface  of  a  liquid  has  different  proper- 
Ili'M  iiiMn  lis  interior  and  acts  like  an  elastic  bag  tending  to  diminish 
the  Mil  Ian'  ana.  This  is  the  obvious  resultant  of  the  mutual  at- 
thMtii»ns  of  the  molecules.  The  most  familiar  manifestation  is  the 
lot  mat  ion  i»f  dn»i)s.  As  a  liquid  comes  slowly  out  from  a  small 
oiilii  r,  it  hanKs  in  a  shape  resembling  a  hemisphere  at  first.  As  more 
li(|ui(l  mme*»  out,  it  hangs  down  further  and  becomes  pear-shaped. 
Mii.ilU  thr  NMi^ht  is  sulVuient  to  cause  it  to  break  loose  as  a  sphere. 

SoM|t  liubblo  Kxperiment.  A  striking  experiment  to  demon- 
hi  i.ilr  I  hi  lai  t  that  sin  fare  ten.sion  always  tends  to  diminish  the  surface 
iiMii  iiia\  Im'  '.hown  by  means  of  soap  bubbles.  A  T-tube  carries  a 
Hiiiall  kI'»'''»  luhhrl  or  i>ipe  howl  at  the  ends  of  two  of  its  arms.  A 
hiiipMii  li  I .  in  lai  h  of  the  three  arms.  Blow  a  small  soap  bubble  on 
oiH  hinnil  and  a  larger  mkij)  bubble  on  the  other.  Then  turn  the 
hlnpi  iM  l,M  In  MiM  h  a  way  that  there  shall  be  an  open  passage  between 

•  I  \N  UUUiiuU,  / f itu kr.  f.  pkys.Ckfm.,  40,  i(>9-i^,  and  597-^10(1902)142^ 
I  HI  Ml  (HHM».  401  I  14.  i>  40  (igo4);  61,  77-9Q.  100-113,  171-182,  183-199, 
l|ii  ^^1  ii.|..M».  71,  Is'  i/H  liyio^  /niuhr.f.  FJectrcKhem.,  13,  519.  520  (1907); 
/..i«»  \*H  i  h,m  S.i  ,  j6,  .iw  4»i  (1904)1  *nd  **  Faraday  Lecture,"  Jour,  Ckem. 
.NiH    it.uittliiit)  99,  iJui  (1911). 


Fig.  20. 
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the  two  bubbles.  The  smaller  bubble  contracts,  forcing  its  contents 
into  the  larger,  for  thus  the  total  surface  area  is  diminished.  This  is 
the  reverse  of  what  one  would  expect  if  surface  tension  acted  like 
sheet  rubber.  The  more  a  rubber  bag  is  distended  the  greater  the 
tension,  and  if  two  like  rubber  bags  were  attached  to  such  an  appa- 
ratus, the  more  distended  bag  would  force  a  portion  of  its  contents 
into  the  smaller  until  they  were  of  equal  size.  This  experiment 
illustrates  that  the  surface  tension  of  a  liquid  remains  constant, 
(if  temperature  is  constant),  and  always  acts  to  diminish  the  surface 
area  to  a  minimum. 

Capillary  Phenomena.  The  rise  of  liquids  in  small  diameter 
(capillary)  tubes  and  analogous  phenomena  are  considered  to  be  due 
to  surface  tension,  and  they  are  therefore  utilized 
to  measure  it.  When  a  glass  plate  is  immersed  in 
water,  it  is  wet,  and  the  water  rises  to  a  position 
b,  as  shown  in  Fig.  20,  because  in  that  way  the 
total  surface  of  the  water  is  diminished. 

Capillary  Depression.  If  the  plate  is  not  wet, 
as  glass  is  not  wet  by  mercury,  there  will  be  capillary  depression,  and 
the  surface  of  the  liquid  will  take  up  a  position  similar  to  that  shown 
in  the  figure  at  c,  for  the  same  reason,  because  in  this  way  the  total 
surface  is  diminished. 

It  seems  plausible  to  suppose  there  must  be  degrees  of  "  wetting," 
and  unlikely  that  a  liquid  either  does  not  wet  a  solid  at  all  or  wets  it 
as  thoroughly  as  any  other  liquid  would  wet  it.  This  question  has 
not  as  yet  been  sufficiently  investigated.* 

Jurin's  Law.  For  any  liquid  which  completely  wets  the  walls, 
the  product  of  the  radius  into  the  capillary  ascension  is  a  constant. 
This  is  known  as  Jurin's  law.f 

Measure  of  Surface  Tension.  The  weight  of  the  liquid  raised 
by  capillary  attraction  is  a  measure  of  the  surface  tension.  Denote 
the  surface  tension  by  7.  This  is  also  called  the  capillary  constant. 
7  equals  the  weight  of  the  liquid  raised  by  a  plate  of  unit  length, 
(one  centimeter).  If  L  equals  the  length  of  the  plate  in  centimeters, 
the  total  weight,  which  we  shall  denote  by  P,  is  equal  to  7L. 

*  Feustel,  Annul,  der  Physik.,  16,  61  (1905). 

t  We  have  been  learning  in  recent  years  to  attribute  many  epoch-making 
discoveries  to  Leonardo  da  Vinci  (1452-1519).  Among  these  are  the  first  recorded 
observations  of  capillary  phenomena.  The  first  quantitative  relationship  to  be 
established  was  Jurin's  law,  announced  in  1718.  The  theories  and  formulae  were 
developed  by  Laplace,  Poisson,  Gauss,  and  others. 
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Calculation  of  y  from  Capillary  Ascension.  Suppose  the  inner 
diameter  of  a  capillary  tube  to  be  tr.  Let  s  equal  the  density 
(specific  gravity)  of  the  liquid,  and  we  observe  that  it  rises  h  centi- 
meters. Then  r  r^hs  equals  the  weight  of  the  liquid  lifted.  This  is 
then  equal  to  yL,  Imagine  the  tube  slit  lengthwise,  and  unrolled, 
forming  a  flat  plate.    Such  a  plate  will  have  the  length  2  r  r.    Then 

T  r^hs  =  2  TTY,  and  7  = 

2 

These  calculations  give  correct  results  only  if  the  meniscus  shows 

an  even  curvature  and  is  hemispherical,  forming  thus  an  angle 

of  o^  with  the  walls.    If  this  condition  is  not  realized,  if  the  angle 

made  by  the  last  portions  of  the  liquid  and  the  walls  is  B^  then 

rhs 

—  =  7  cos  0, 
2 

Specific  Cohesion.    A  value  called  the  specific  cohesion  is  another 

constant  frequently  used.    It  is  denoted  by  the  symbol  a\  and 

s      L-      27 

Calculation  from  the  Size  of  Drops.    We  may  determine  the 

capillary  constants  from  a  measurement  of  the  size  of  the  drops  which 
form  as  the  liquid  slowly  comes  out  from  a  small  orifice.  Count  the 
number  of  drops  obtained  from  a  known  volume  and  calculate  the 
voliune  of  one  drop.  The  volumes  of  the  drops  are  directly  pro- 
portional to  the  heights  to  which  the  liquids  would  ascend  in  a  capil- 
lary tube.  Follo^sing  is  a  table  of  values  for  a*  and  for  7  for  a  few 
familiar  liquids. 


WaU-r  (o**) 

Alcohol  (o**) 

Ether  (0°) 

Benzene  (15**) 

Chloroform  (12.5**) 
Olive  oil 


15  40 
6.06 

5  43 
6.82 

3  80 
7.16 


*  O.  D.  Chwolsoa.  Lehimck  dtr  Pkysik,  i,  S99. 


7.70 

1.97 
3.88 
a. 81 

3. 37* 


Experiments.  The  difference  in  surface  tension  between  liquids 
may  be  demonstrated  by  simple  but  interesting  experiments.  For 
instance,  place  a  thin  layer  of  water  on  a  level  sheet  of  glass,  then 
pour  a  little  alcohol  in  the  middle  of  the  pool  of  water  thus  formed 
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The  water,  having  the  stronger  ''skin/'  pulls  away  to  the  sides, 
carrying  the  alcohol  with  it  and  leaving  the  center  nearly  dry  for  a 
short  tune. 

A  glass  containing  some  sherry  or  other  wine  of  about  the  same 
percentage  alcohol  shows  a  curious  behavior  illustrating  the  same 
phenomenon.  If  the  glass  be  tilted  in  such  a  way  that  portions  of  it 
above  the  surface  are  wetted  with  the  wine,  it  will  be  noticed  that 
the  even  film  breaks  up  into  drops  which  appear  to  be  attracting 
liquid  from  below  until  they  grow  so  heavy  they  fall.  The  alcohol 
evaporates  rather  quickly  from  the  film,  and  thus  the  remaining 
liquid  contains  less  alcohol  and  more  water,  and  therefore  has  a 
greater  surface  tension  and  draws  up  more  of  the  wine.  This  proceeds 
until  the  drops  have  grown  so  heavy  that  by  gravitation  they  fall. 

The  following  is  an  eminently  practical  application  of  these  simple 
principles.  A  solution  of  grease  in  benzene  has  a  greater  surface 
tension  than  pure  benzene.  If  it  is  desired  to  remove  a  grease  spot 
from  some  fabric,  the  pure  benzene  should  be  applied  in  a  ring  sur- 
rounding the  stain.  Then,  as  the  grease  dissolves  in  the  benzene, 
furnishing  a  liquid  with  greater  surface  tension,  it  pulls  away  and  so 
piles  itself  up  in  the  center  of  this  ring,  and  may  be  removed.  If  the 
pure  benzene  be  poured  in  the  center  of  the  grease  spot,  the  solution 
of  grease  in  benzene  forms  a  ring  around  pure  benzene,  and  having 
the  stronger  "  skin,"  pulls  away,  and  thus  the  grease  spot  is  con- 
verted into  an  ever-widening  ring. 

Surface  Tension  and  Temperature.  The  surface  tension  dimin- 
ishes as  the  temperature  increases,  and  this  diminution  is  almost  pro- 
portional to  the  increase  in  temperature  for  any  one  liquid.  It  becomes 
equal  to  zero,  and  the  meniscus  disappears,  at  the  critical  temperature.* 

Definition  of  Critical  Temperature.  We  may  then  define  the 
critical  temperature  of  a  substance  as  the  temperature  at  which  the 
surface  tension  between  liquid  and  vapor  becomes  equal  to  zero,  and 
any  meniscus  or  bounding  surface  disappears. 

Surface  Tension  and  Mutual  Solubilities.  Water  is  soluble 
in  phenol  and  phenol  in  water  to  a  certain  extent.  These  two  solu- 
tions have  different  surface  tensions,  and  in  contact  there  is  a  me- 
niscus between  them.  As  we  raise  the  temperature  the  difference 
between  the  surface  tensions  of  these  two  solutions  becomes  less,  and 
the  meniscus  accordingly  flattens  until,  finally,  it  disappears.  At  the 
temperature  at  which  this  meniscus  disappears,  water  and  phenol  are 

*  This  is  not  strictly  accurate. 
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miscible  in  all  proportions.    This  temperature  is  known  as  the  critical 
temperature  of  solubility. 

Water  and  alcohol  are  miscible  in  all  proportions.  There  is  then 
no  surface  tension  at  the  contact  surface,  rather  a  tendency,  like  that 
in  gases,  for  each  to  occupy  the  largest  possible  volume.  In  this  way 
we  may  convert  the  study  of  the  mutual  solubility  of  two  liquids  to 
a  study  of  their  surface  tensions. 

Surface  Tension  and  Vapor  Pressure.  Vapor  pressure  is  the 
name  we  give  to  the  tendency  shown  by  substances  to  i>ass  from  the 
liquid  or  solid  state  into  the  gaseous  state.  Surface  tension  evidently 
must  act  in  opposition  to  this.  Now  if  we  have  a  very  small  drop  of 
some  substance,  there  are  fewer  molecules  inside  to  attract  those  in 
the  surface  layer.  Therefore  the  surface  tension  is  less  than  it 
would  be  for  a  larger  body  of  that  substance.  Therefore  the  vapor 
pressure  is  less  neutralized,  and  a  small  drop  has  a  greater  tendency 
to  volatilize  than  a  large  one.  We  may  show  this  experimentally  as 
follows:  Melt  some  sulphur  in  a  tube  and  distil  until  small  drops 
collect  in  the  upper  portion.  Those  drops  which  were  accidentally 
larger  in  the  first  place  will  continue  to  grow,  at  the  expense  of  those 
w^hich  were  accidentally  smaller,  until  all  of  the  sulphur  has  been 
accumulated  in  relatively  few  fairly  large  drops.  The  beginning  of  the 
process  shows  a  large  drop  surrounded  by  a  clear  zone,  because  the 
small  drops  nearest  the  large  ones  are  generally  the  first  to  disappear. 

Surface  Tension  of  Solutions.  We  know  a  good  many  cases 
w^here  dissolving  some  substance  produces  but  small  alteration  in  the 
surface  tension  of  the  solvent.  On  the  other  hand  many  organic  sub- 
stances if  present  in  mere  traces  in  w^ater  exert  notable  eflFects.  For 
instance,  one  part  of  caprylic  alcohol  in  30  000  parts  of  water  has  been 
detected  from  the  lowering  of  the  capillary  constant  it  produces.* 

Molecular  Weights  from  Surface  Tension.    Let  m  equal  the 

molecular  weight  in  grams  and  s  the  density  of  a  pure  liquid  at  a 

fft 
given  temperature.    Then  —  is  the  volume  occupied  by  a  molecular 

weight  in  grams;  call  this  Vm.    Count  temperature  downward  from 
the  critical  temperature  of  the  substance  under  in\'estigation.     Let  r 

*  From  time  to  time  certain  regularities  have  been  obser\'ed  between  the  lower- 
ing of  the  capillar}'  constant  of  a  solution  and  the  constitution  or  molecular  weight 
of  the  solute.  For  instance,  J.  Traube  stated,  LiVfrif'j  Annal.y  265,  27-55  (^891), 
that  in  dilute  solutions  the  lowerings  of  the  capillary  constant  of  water  by  equi* 
molecular  quantities  of  members  of  some  homologous  series  of  organic  compouods 
stand  in  the  interesting  ratio,  i  :  3  :  3*.  .  .  . 
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equal  the  number  of  degrees  centigrade  below  the  critical  temperature 
at  which  all  observations  are  made.  Determine  7  at  temperature  r. 
Eotvos*  demonstrated  experimentally  that  the  relation  yVmi  =  kr  for 
many  substances,  where  k  is  sl  constant  like  the  gas  constant  R,  and 
has  the  numerical  value  2.1  to  2.2.  Ramsay  and  Shieldsf  showed 
that  the  formula  held  better  if  the  temperature  is  reckoned  from  a 
point  about  six  degrees  below  the  critical  temperature  and  wrote 
the  formula,  yVmi  =  A  (r  —  6)  where  8  =  about  6.  The  necessity  of 
this  correction  indicates  that  the  surface  tension  of  a  liquid  becomes 
equal  to  zero  a  little  before  the  critical  temperature  is  reached. 

The  similarity  between  this  formulation  and  the  gas  equation, 
pv  =  RT,  is  evident.  The  term  yVmi  is  composed  of  the  intensity 
factor  7  and  the  capacity  factor  Vmi.  This  latter  term  is  proportional 
to  the  surface  area  of  a  sphere  containing  a  molecular  weight  in  grams. 

Suppose  we  wish  to  find  the  molecular  weight  of  a  pure  liquid. 
We  determine  its  critical  temperature  by  methods  which  will  be 
described,  and  we  determine  s  and  7  at  temperature  r.  Substituting 
in  the  formula,  yVmi  =  2.2  (r  —  6),  we  obtain  a  nmnerical  value 
for  Vmi  where  Vm  is  the  volume  containing  a  molecular  weight  in 
grams.  Knowing  the  density  s  we  calculate  the  weight  of  this  volume, 
and  it  is  the  molecular  weight  sought. 

This  method  is  rather  important,  inasmuch  as  it  is  the  best  we 
know  as  yet  for  obtaining  molecular  weights  of  pure  liquids. 

Niunerous  substances  such  as  benzene,  carbon  tetrachloride,  ethyl 
ether,  carbon  disulphide,  benzaldehyde,  nitrobenzene,  and  aniline  give 
nearly  the  same  results  by  this  method  as  by  vapor  density  methods. 
From  this  we  may  conclude  the  liquid  molecules  are  the  same  as  the 
gaseous,  that  polymerization  does  not  occur  with  liquefa^ction. 

Association.  Other  substances,  particularly  those  containing 
hydroxyl  groups,  and  organic  adds,  give  molecular  weights  higher 
than  those  obtained  by  vapor  density  methods.  We  conclude  that 
two  or  more  molecules  associate  to  form  one  upon  liquefaction  in  these 
cases.  We  do  not  have  to  assimie  extensive  polymerization.  Acetic 
add  and  water  appear  to  consist  of  molecules  represented  by  doubling 
the  usual  formulae.^ 

*  Wied.  Annal.,  27,  452  (1886). 

t  Zeilschr.f.  phys.  Chem.y  za,  433  (1893). 

X  For  additional  data  see  Edtvds  and  Ramsay  and  Shields,  loc.  cU.,  Ramsay  and 
Aston,  Zeitschr.  f.  phys,  Chem.,  25,  98  (1894);  Grunmach,  Drude*s  Annal.,  15, 
401  (1904);  Morgan  and  Stevenson,  Jaum.  Am.  Chem,  Soc.^  30,  360-376  (1908). 
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Internal  Friction  or  Viscosity.    Work  must  be  done  when  liqidd 

particles  are  pushed  past  each  other,  and  the  amount  of  work 
necessary  depends  upon  the  internal  friction  or  viscosity  of  the 
liquid. 

Coefficient  of  Viscosity.  The  coefficient  of  viscosity  or  internal 
friction  is  defined  as  equal  to  the  work  required  to  push  two  surfaces 
of  one  square  centimeter  area  past  each  other  in  parallel  directions  a 
distance  equal  to  their  distance  apart  in  one  second.  It  is  denoted 
byt). 

Experimental  Measurement.  The  measurement  of  the  coeffi- 
cient of  viscosity  is  most  conveniently  carried  out  by  Poiseuille's 
method,  in  which  the  rate  of  passage  of  the  liquid  through  capillary 
tubes  is  determined.  It  has  been  proved  experimentally,  and  it  has 
been  deduced  theoretically,  that  when  liquids  flow  through  ciq>illary 

tubes  the  following  formula  hold^:  t)  =  ^ — >  wherein  tj  is  the  coeffi- 

o  Vt 

dent  of  viscosity;  r  is  the  radius  of  the  tube;  x  has  its  usual  value, 
3.141  59;  T  is  the  length  of  the  tube;  v  is  the  volume  of  liquid  which 
passes  through  in  /  seconds.  This  formula  applies  only  when  the 
diameter  of  the  tube  is  small  and  its  length  is  above  a  definite 
minimum  depending  on  that  diameter. 

Viscosimeters.  Instnunents  used  to  determine  the  viscosity  of  a 
liquid  are  called  viscosimeters.  One  of  the  simplest  and  most  con- 
venient is  as  follows:  A  tube  very  like  a  small  pipette,  with  a  bulb 
between  two  small  bore  tubes,  on  each  of  which  is  a  mark,  is  sealed 
onto  a  length  of  fine  capillary  tubing.  The  whole  is  filled  with  the 
liquid  to  be  investigated  and  placed  in  a  thermostat.  A  definite 
pressure  is  applied,  forcing  the  liquid  out  through  the  capillary. 
The  time  is  measured  which  is  required  to  empty  the  instrument  from 
the  mark  above  the  bulb  to  the  mark  beneath  it. 

Another  method  is  that  of  Coulomb  and  Max^'ell,  who  determined 
the  force  required  to  hold  one  cylinder  stationary  while  they  rotated 
uniformly  a  coaxial  c>iinder,  the  space  between  the  two  being  filled 
^-ith  the  liquid.  Coulomb,  Max\^'ell,  and  O.  E.  Meyer  measured  the 
logarithmic  decrement  of  a  horizontal  disk  hung  as  a  torsion  pendu- 
lum, rotating  first  one  way  then  the  other,  over  a  fixed  parallel  disk, 
the  space  between  being  filled  with  the  liquid.  Stokes  measured 
the  logarithmic  decrement  for  a  pendulum  oscillating  in  the  liquid. 
Helmholtz  measured  the  logarithmic  decrement  of  a  sphere  vibrat- 
ing about  one  diameter  in  an  "  ocean  "  of  the  liquid,  that  is,  in  an 
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amount  so  large  the  influence  of  the  walls  of  the  container  might  be 
neglected.  He  also  reversed  this  principle,  rotating  a  hollow  sphere 
filled  with  the  liquid.  These  methods  give  values  for  what  we  may 
describe  as  the  absolute  viscosity. 

If  equal  volumes  of  two  liquids  are  caused  to  flow  out  of  the  same 
apparatus  imder  the  same  conditions  of  temperature  and  pressure, 
the  times  required,  h  and  fe,  must  be  directly  proportional  to  the 
viscosities,  t)i  and  r^;  or  t)i  :  tj2  =  /i  :  fe.  Expressing  the  values  in 
Poiseuille's  formula  in  the  C.  G.  S.  system,  values  of  t)  for  water  are 
as  follows:  * 

o** 0.01778       60® 0.00468 

10* 0.01303       70* 0.00406 

20® 0.01002       80® 0.00356 

30® 0.00798       90® 0.00316 

40° 0.00654     100* 0.00283 

50° 0.00548 

Using  these  values  and  the  above  proportion,  viscosities  of  other 
liquids  may  be  determined  with  ease. 

Specific  Viscosity.  By  specific  viscosity  is  meant  a  comparison 
between  the  viscosity  of  the  liquid  under  investigation  and  that  of 
some  liquid  chosen  as  a  standard.  One  form  of  this  comparison  often 
used  is  the  time  required  for  a  given  volume  of  the  liquid  to  flow 
out  of  some  suitable  aperture  at  a  chosen  temperature,  multiplied  by 
one  hundred,  and  divided  by  the  time  required  for  an  equal  volume 
of  water  at  o**  to  flow  out  of  the  same  apparatus. 

Lubrication.  The  practical  importance  of  a  knowledge  of  vis- 
cosity of  liquids  is  apparent  when  we  realize  that  the  whole  problem 
of  lubrication  is  one  of  internal  friction  of  the  lubricant.  If  the  con- 
ditions are  ideal,  there  is  a  liquid  layer  between  the  metals,  which  are 
then  not  in  contact  at  all,  and  the  friction  is  wholly  a  question  of  the 
viscosity  of  the  liquid.  Other  things  being  equal  that  oil  with  the 
least  viscosity  should  be  chosen. 

Temperature  CoeflSicient  of  Viscosity.  The  coefficient  of  vis- 
cosity of  a  liquid  diminishes  rapidly  with  increasing  temperature. 
For  example,  the  viscosity  of  water  at  80®  is  but  one-third  of  its  value 
at  ID**.    Poiseuille  formulated  the  connection  between  the  viscosity 

coefficient  and  the  temperature  as  t)j  =    4.  Jjlm  wherein  t)o  and  tji 

are  the  viscosities  at  0°  and  at  temperature  /,  and  a  and  /S  are 
*  Landolt-B5rastein-Meyerhoffer,  "  Tabellen/'  p.  77. 
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constants,  different  for  different  substances.    Slotte  *  suggested  the 

C 
formula  t)  =  /     ■  l.w  where  t)  is  the  coefficient  of  viscosity  at  the 

temperature  /,  and  C,  by  and  n  are  constants  depending  on  the  natuit 
of  the  liquid.  Thorpe  and  Rodger  f  found  this  expression  formu- 
lated the  facts  fairly  well.  The  following  table  contains  some  of  the 
values  they  obtained  for  C,  b,  and  n. 


Substance. 


Water 

Chloroform 

Carbon  tetrachloride 
Carbon  disulphide.  .  . 

Acetic  acid 

Ethyl  ether 

Benzene 

Toluene 

Methyl  alcohol 

Ethyl  alcohol 

Propyl  alcohol 


•017944 
.007006 

.013466 

.004294 

.016867 

. 002864 

009055 

.007684 

.008083 

.017753 
.038610 


023 1 21 
006316 
010521 
005021 
008912 

007332 
01 1963 

008850 

006100 

004770 

007366 


1 .  5423 
I. 8196 

I .7121 

I . 6328 

2.0491 

I  4644 
1-5554 
1.6522 
2.6793 

4  3731 
3  91S8 


Viscosity  and  Pressure.  The  \iscosity  of  water  diminishes 
slightly  as  the  pressure  is  increased  while  that  of  benzene  and  ether 
increases  with  increased  pressure. 

Viscosity  and  Constitution.  Many  attempts  have  been  made 
to  establish  some  connection  between  viscosity  and  the  constitution 
of  the  molecule.  In  a  homologous  series  the  substances  with  the 
higher  molecular  weights  have  greater  \iscosities.  Metamers  often 
have  difTerent  viscosities.  A  substance  with  a  "double  bond"  has 
greater  viscosity  than  another  of  the  same  molecular  weight  but 
without  a  * 'double  bond." 

Viscosity  of  Salt  Solutions.  Arrhenius^  showed  that  solutions 
of  some  salts,  for  instance  potassium  iodide  and  ammonium  chloride, 
have  less  viscosity  than  pure  water  and  that  solutions  of  other  salts 
have  more.  As  the  \iscosity  of  the  solvent  must  have  much  effect 
uiM)n  the  motions  of  ions  in  the  solution,  and  this  in  turn  must  have 
an  effect  on  the  conductiNity,  many  researches  have  been  carried  out 
to  establish  connections  between  these  quantities  and  the  degree  of 
dissociation.     The  conclusion   has  been  reached  that  each  ion  is 

•  WUd.  Annal.,  20,  257,  557  (1883). 

t  Phil.  Trans. ^  185  \,  397  (1894). 

{  ZeUsckr.J.  pkys.  Chem.,  i,  208  (1887). 
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• 

surrounded  by  a  coat  or  atmosphere  of  the  solvent  which  moves 
with  it.* 

In  some  cases  the  viscosity  of  a  solution  has  been  found  to  be  a 
maximum  at  a  particular  concentration.  No  simple  laws  connecting 
the  viscosity  with  the  concentration  have  been  discovered.  Some 
conclusions  are  perhaps  dedudble  regarding  the  formation  of  hydrates 
in  solution. 

Viscosity  of  Gases.  The  viscosity  of  a  gas  is  independent  of  the 
pressure  but  increases  as  the  temperature  increases.  These  facts,  not 
what  one  would  expect,  may  be  deduced  from  the  kinetic  theory  of 
gases,  t 

*  The  reader  is  referred  to  "The  Relations  between  Chemical  Constitution 
and  Some  Physical  Properties/'  by  Samuel  Smiles,  583  pp.  (19 10),  for  a  thorough 
discussion  of  this  subject  and  many  reference^. 

t  "Properties  of  Matter,"  by  Poynting  and  Thomson,  p.  217. 


CHAPTER  XIV 

DfDBX   OF   REFSACnOH 

The  index  of  refraction,  n,  was  defined  in  Chapter  VIH.  Since  it 
is  different  for  light  of  different  wave  lengths  we  must  use  homogiene- 
ous  light  when  measuring  it.  The  most  convenient  source,  and  the 
most  used,  is  the  sodium  lamp.  A  few  bits  of  fused  sodium  dhlozide 
held  by  a  platinum  spiral  in  the  bimsen  flame  serves  the  purpose  well 
Another  much  used  light  is  the  red  line  of  the  hydrogen  q>ectrum. 
All  values  given  in  this  chapter  refer  to  sodium  light. 

Refractometers.  Accurate  measurements  of  the  index  of  re- 
fraction are  made  with  the  spectrometer,  a  spectroscqpe  <m  whidi 
prisms  of  different  materials,  or  a  hollow  prism  to  hxAd  liquids,  may 
be  mounted.  The  Abb£  refractometer  is  another  useful  instrument, 
but  the  Pulfrich  refractometer*  is  the  only  one  ordinarily  used  in 
chemical  investigations,  and  we  shall  therefore  confine  our  attention 
to  it. 

Pulfrich  Refractometer.  The  working  parts  of  Pulfrich's  refrac- 
tometer are  shown  in  Fig.  21.    It  consists  of  a  glass  prism  P  of  hi^ 

index  of  refraction  with  two  faces 
cxactiy  at  right  angles  to  each  other, 
mounted  on  a  substantial  iron  stand 
in  such  a  way  it  may  be  taken  off 
and  cleaned  and  then  retiumed  to 
exactiy  the  same  position.  The  edges 
of  the  upper  face  are  ground  off,  as 
indicated  in  the  diagram,  so  that 
a  glass  cell,  about  1.5  centimeters  in 
diameter,  may  be  cemented  on,  and  yet  none  of  the  cement  project 
as  high  as  the  clear  glass  surface.  The  liquid  to  be  investigated  is 
put  in  this  cell.    A  lens  about  8  cm.  in  diameter,  carried  by  an  arm 

*  Pulfrich,  Zeitsckr.f.  InstrumenUn  Kundf,  8,  47  (18S8)  and  15,  389  (1895). 
Zeitsckr. /.  phys,  Ckem.,  18,  294  (1895).  Also,  **  Das  ToUlrcflectometer."  144 pp. 
(1890). 

igo 
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attached  to  the  stand,  gathers  light  from  the  source  and  sends  a 
bundle  of  rays  through  the  cell  wall  and  liquid  over  the  horizontal 
surface  of  the  prism.  A  small  reading  telescope  with  cross  hairs  in 
the  ocular  is  moimted  on  a  graduated  circle,  and  may  be  so  moved 
as  to  look  at  the  perpendicular  face  of  the  prism  from  different 
angles.  As  it  is  moved,  a  vernier  travels  over  the  graduated  circle, 
and  thus  the  angle  at  which  it  stands  is  read  with  accuracy. 

If  the  telescope  is  in  such  a  position  that  the  observer  is  looking 
along  the  line  indicated  by  dashes  in  the  figure,  he  will  see  the  light 
which  comes  from  the  source.  It  is  refracted  when  it  enters  the 
horizontal  face,  and  again  when  it  leaves  the  perpendicular  face,  as 
indicated  by  the  continuations  of  that  line  of  dashes.  As  he  rotates 
the  telescope  upward  he  will  still  see  a  bright  field  until  his  telescope 
is  looking  along  the  full  line  in  the  figure.  This  is  the  last  ray  he  can 
see.  Considering  it  as  starting  from  the  observer,  it  comes  out 
parallel  to  the  horizontal  face,  and  thence  goes  to  the  source.  If  he 
rotates  the  telescope  to  a  yet  smaller  angle,  a  position  indicated  by 
the  dot  and  dasd  line,  such  a  ray  cannot  get  out  of  the  prism,  but  is 
totally  reflected  from  the  horizontal  face,  and  is  lost  in  the  mounting 
of  the  prism.  The  observer  sees  nothing.  There  is  thus  a  field  of 
light  and  a  field  of  darkness,  and  the  boundary  is  well  defined. 
The  telescope  is  adjusted  with  a  micrometer  screw  so  that  this  boimd- 
ary  exactly  touches  the  point  where  the  hairs  cross,  and  the  angle,  e 
in  the  figure,  is  read.  This  boundary  corresponds  to  the  last  ray 
which  can  get  into  the  prism,  and  it  came  from  the  source  in  a 
direction  practically  parallel  to  the  horizontal  surface. 

Formula.  The  index  of  refraction  of  the  substance  in  the  cup 
with  reference  to  air  is  ViV*  —  sin*  e  where  N  is  the  index  of  re- 
fraction of  the  glass  of  the  prism,  known  and  given  with  the  instru- 
ment, and  e  is  the  angle  determined  as  just  explained.  With  the 
instrument  come  tables  of  the  values  for  ViV*  —  sin*  e  =  n,  corre- 
spending  to  values  for  e.* 

• 

*  This  relation  is  not  immediately  obvious  and  students  cannot  understand  how 
we  determine  the  index  of  refraction,  air  to  substance,  when  the  ray  passes 
perpendicularly  from  one  to  the  other.  Therefore  it  is  desirable  to  give  the  elemen- 
tary physics  and  calculation  involved.  Suppose  a  ray  of  light  passes  from  air 
through  a  horizontal  layer  of  substance,  then  through  a  horizontal  layer  of  glass, 
then  out  to  air  again.  Its  course  is  as  indicated  in  Fig.  22.  That  its  direction 
when  back  in  air  again  is  the  same  as  its  original  direction  is  a  fundamental,  well- 
known  fact.    Then  e  ^  e.    Of  course  r  ^  r  and  1  ■■  f  in  the  figure.    The  index, 
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^ :  I  :a  M  K 


UMfnliieB  of  die  Value.  Voy  little  Kqaid  is  required,  for  die 
layer  in  the  cap  Deed  be  only  CDoas^  to  cxmer  the  hoiiaontal  face  A 
the  pxism:  it  is  DOt  altered  in  any  vay  and  may  be  recovered  with 
grail  -c^ss.  sometijnes  an  important  cxmskleratioii.  The  detennisft- 
tion  is  rapidly  made  and  accuiate.  The  index  of  refraction  is  a 
chiracteiistic  numerical  \-alue  for  a  substance  like  the  melting  pout 
boiling  point  and  spednc  gra^-ity.  For  all  these  reasons  it  shotM 
be  n:ore  generally  used  than  it  is,  as  a  means  of  identification.  At 
present  its  practical  applications  aze  mainly  in  the  ft^tiw^g  ^i  essendil 
oils  and  in  the  analysis  of  soluticms  for  the  {Hesence  of  othcrvise 
dimcultly  differentiated,  complicated,  organic  compounds. 

Le  Blanc's  Method  for  Solids.^  The  Pulfrich  refractometer  nuv 
be  used  to  determine  the  index  of  refraction  of  a  solid  in  case  the  solid 
is  isotropic,  that  is.  either  amorphous  or  crystallizing  in  the  first 
>Ystem.    We  use  ti^'o  liquids,  one  of  low  index  of  lefractiony  such  as 


air  to  substance,  is  ^4^^      We  know  the  index  of  air  to  ^ub  (prinii),  ^^  -  .V, 


sin^ 
sin  r 


sini 


The  index,  prism  to  substance,  is 


sin  I 
sinr 


Muhiplying  index,  prism  to  subctance. 


by  index,  air  to  pnsm.  gives  us.  -: — ■.  X  — — 


sine 
sinr 


the  \mliK  we  wmnt. 


Now  consider  the  passage  of  the  ray  when  the  glass  la>'er  is  a  right-angle  prion 

sin  € 
as  indicated  in  Fig.  23.     Index,  air  to  prism,  is  again  -; — -.  >»  -Y.     Index,  prism  to 


I-'ig.  22. 


Fig.  ^3- 


smr 


KulMtance,  is   .      -5  because  the  last  ray  travels  horizontally  along  the  prism  sur- 
sm  90 

fait*  in  the  sul>stance.    Sin  90^  =■  i.    Then  index  air  to  substance  is  sinriV. 

Sin  f  -  cos  I  -  y/i  —  sin'  i.    Since  *-. — :  -  A',  sin  i  =  —r^-  •     Substituting, 

sin  I  A  ^ 

sin  f  .V  -  A'  y  1  -  ^  -  v'A'^-  sin»  e  -  n. 
•  Zeiischr.f.  pkys.  Ckem.,  lo,  433  (189a). 
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acetone,  and  one  of  high  index  of  refraction,  such  as  bromonaphtha- 
lene,  the  two  miscible  in  all  proportions.  The  powdered  solid  is  sus- 
pended in  a  mixture  of  these  two  liquids  in  the  cup  of  the  instrument. 
If  the  index  of  the  liquid  is  greater  than  that  of  the  solid,  we  see  a 
bright  band  across  the  field  in  the  telescope.  If  the  index  of  the 
liquid  is  less  than  that  of  the  solid,  the  boundary  is  indistinct.  The 
boundary  is  well  defined  only  when  the  index  of  the  liquid  is  exactly 
the  same  as  the  index  of  the  solid.  By  adding  now  a  little  acetone, 
now  a  little  bromonaphthalene,  we  may  vary  the  index  until  we 
get  this  condition,  and  the  measurement  with  the  instnunent  then 
gives  us  directly  the  index  of  refraction  of  both  liquid  mixture  and 
suspended  solid. 

Specific  Refraction.  The  index  of  refraction  decreases  with  in- 
crease of  temperature,  and  therefore  we  should  determine  the  tem- 
perature at  the  same  time  that  we  determine  the  index.  But  it  has 
been  found  that  this  change  in  the  index  nearly  parallels  the  change 
in  density  from  the  same  cause.    If  n  is  the  index  (air  to  substance), 

fi  —  I 
and  d  the  density  at  the  temperature  of  measurement,  — - —  is  a 

nearly  constant  quantity  for  any  one  liquid.    It  is  denoted  by  R, 

and  is  called  the  specific  refraction.    This  is  a  poorly  chosen  name, 

for  the  value  is  not  a  relation  existing  between  two  quantities  of  the 

same  kind,  and  the  term  "  specific  "  should  properly  be  reserved  for 

such  relations. 

Lorentz  and  Lorenz  Formtila.    Two  independent  investigators, 

of  nearly  the  same  name,  almost  simultaneously,  published  another 

formula.    Lorentz,*  starting  from  the  electromagnetic  theory  of  light, 

and  Lorenz  t  from  the  undulatory  theory,  reached  the  same  result. 

The  fundamental  premise  in  each  case  is  that  the  index  of  refraction 

of  a  substance  is  a  function  of  the  volume  actually  occupied  by 

fi^  —  I      I 
the  molecules.    They  concluded  that  the  value  -r^ —  X  -,  should  be 

"^  tr-t  2     d 

a  constant,  not  only  independent  of  the  temperature,  but  even  of  the 
condition  of  aggregation  of  the  substance.  The  deduction  has  been 
verified  by  experiment  and  is  therefore  to  be  preferred  as  an  expres- 
sion of  "  specific  "  refraction  to  the  older  formula,  as  is  shown  by  the 
following  table: 

♦  Wied.  Annal.,  9,  641  (1880). 
t  Wied.  Annal.,  11,  70  (1880). 
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»— I 
4    ' 

l#  +  2^rf- 

0 

VApor. 

Uqirid. 

Vapor. 

LklwL 

Water 

O.3101 
0.4238 
0.4602 
0.4880 

0.3338 

0.4583 

0.493s 
0.5692 

0.2068 
0.2825 
0.3068 
0.3253 

0  2061 

Ethyl  alcohol 

0.2804 
0.3026 

0  3347 • 

Ethyl  ether 

Benzene 

*  BrQhl,  Zeilsckr.  /.  phs.  Cktm»,  y,  1-33  (i8gi). 


Molecular  Refraction.  Landolt,  in  order  to  bring  out  the  chem- 
ical significance  of  the  property,  introduced  another  factor.  He  mul- 
tiplied the  specific  refraction  by  the  molecular  weight,  and  the  result 
which  he  thus  obtained  he  called  the  molecular  refraction.  If  ire 
indicate  the  molecular  weight  by  m  and  the  molecular  lefractioD 

iT».t       -n        m     fir  —  I 
by  ^«,  then  ^«  =  ^  X  -^-r— • 

The  same  difference  in  formula  gives  the  same  difference  in  moleculir 
refraction,  as  is  shown  in  the  following  table: 


Formic  acid . . . 
Acetic  acid .  . . . 
Propionic  acid . 
Butyric  acid. . . 
Valerianic  acid 


4.42 
4.50 
4.64 
4.69 


Metameric  compounds  are  found  to  have  nearly  the  same  molecular 
refractions. 

Atomic  Refraction.  A  partially  successful  attempt  has  been 
made  to  ascribe  a  certain  definite  effect  to  each  atom  in  a  compound, 
in  such  a  way  that  the  index  of  refraction  of  the  compound  may  be 
calculated  as  the  sum  of  the  effects  of  the  individual  atoms.  But  it 
has  l>ccn  found  that  one  and  the  same  atom  has  different  effects 
depending  on  the  way  in  which  we  suppose  it  to  be  attached  in  the 
molecule.  The  property  is  then  not  purely  additive,  but  in  a  measure 
constitutive  also.  By  comparing  the  molecular  refraction  of  sub- 
stances whose  formulae  differ  by  one  carbon  atom,  the  value  2.501  has 
been  obtained  for  carbon.  In  similar  w*ays  the  following  "  atomic  *' 
refractions  have  been  selected:  hydrogen,  1.05 1;  "  hydroxyl  "  oxygen, 
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1.521;  "  ether  "  oxygen,  1.683;  "carbonyl"  oxygen,  2.287;  chlorine, 
5.998;  bromine,  8.927;  iodine,  14.12. 

From  these  values  we  may  calculate  molecular  refractions.  Ace- 
tone is  CsHcO  and  we  have 

3  C  (3  X  2.501)  +  6  H  (6  X  1.051)  +  I  carbonyl  0  (2.287)  =  16.096. 

Actual  observation  gives  16.09. 

What  we  symbolize  by  a  "  double  bond  "  has  an  effect  of  its  own, 
equal  to  1.707,  and  as  many  times  this  value  as  there  are  **  double 
bonds ''  must  be  added  in  such  siunmations  as  this.  It  is  evident 
that  this  relationship  may  be  applied  as  an  argument  for  or  against 
the  presence  of  such  a  combination  in  disputed  or  doubtful  cases. 

Atomic  Refraction  and  Atomic  Wei^t.  In  general,  the  greater 
the  atomic  weight  the  greater  the  atomic  refraction,  but  the  atomic 
refraction  increases  more  slowly  than  the  atomic  weight,  and  we  have 
not  formulated  the  nimierical  relationship.  Still,  we  could  foretell 
that  a  lead  glass  must  have  a  high  index  of  refraction. 

The  property  is  partly  additive  and  partly  constitutive,  and  the 
facts  we  have  established  are  practically  reproductions  of  those  we 
found  in  our  consideration  of  molecular  volumes.  This  confirms  the 
view  of  Lorentz  and  Lorenz  that  the  index  of  refraction  is  a  function 
of  the  volimie  actually  occupied  by  the  molecules. 


CHAPTER  XV 
SOLIDS 

Properties  of  Solids.  Solids  differ  from  liquids  in  having  definite 
shapes.  Applying  our  kinetic  theory  we  imagine  their  molecules  as 
more  firmly  held  together  by  mutual  attractions  than  are  the  mole- 
cules of  either  gases  or  liquids. 

Nothing  Absolutely  Solid.  A  candle  or  a  stick  of  sealing  wax, 
supported  at  one  end  in  a  horizontal  position,  bends  rather  rapidly;  a 
glass  rod  in  similar  position  does  likewise,  but  more  slowly.  This  is 
"  flowing  "  in  the  same  sense  we  say  liquids  flow;  the  diflference  is 
only  in  the  rate.  A  good  thermometer  is  exhausted  before  sealing. 
Atmospheric  pressure  upon  the  bulb  gradually  diminishes  its  volume, 
and  this  shows  itself  in  higher  readings  of  the  instrument  for  a  defi- 
nite temperature  as  it  grows  older.  Rocks  "  flow  "  under  pressure  in 
the  course  of  geological  ages. 

Viscosity  and  Elasticity.  The  degree  of  viscosity  of  a  substance 
is  the  property  ordinarily  thought  of  in  determining  whether  a  sub- 
stance shall  be  called  a  solid  or  not;  but  we  may  select  a  series  of 
substances  such  that  they  show  a  steady  gradation  from  the  most 
mobile  liquids  to  the  most  rigid  solids.  Elasticity  is  another  criterion. 
The  body  which  returns  most  promptly  and  exactly  to  its  original 
shape  after  a  deformation  is  the  most  jxjrfect  solid.  But  we  saw,  in 
our  consideration  of  the  kinetic  theory  of  gases,  that  any  substance 
may  be  considered  as  perfectly  elastic  if  the  deformation  is  minute 
enough. 

Two  Classes  of  Solids.  We  may  subdivide  the  substances  com- 
monly called  solids  into  two  classes,  amorphous  and  crystalline.  We 
imagine  the  molecules  in  an  amorphous  solid  to  be  without  definite 
order,  much  as  we  imagine  them  in  Uquids,  only  unable  to  move 
freely.  An  amorphous  solid  may  then  be  considered  as  a  liquid  of 
great  viscosity.  In  crystalline  solids,  however,  we  imagine  that  the 
molecules  are  in  some  orderly  arrangement,  and  that  this  arrange- 
ment, in  conjunction  perhaps  with  the  shapes  of  the  molecules  them- 
selves, determines  the  crystal  form. 
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In  favor  of  these  views  is  the  fact  that  heating  an  amorphous 
body  it  gradually  becomes  more  plastic,  until  at  last  we  certainly  must 
call  it  a  liquid.  But  it  shows  no  definite  melting  point,  below  which 
we  can  say  that  the  substance  is  a  solid  and  above  which  we  can  say 
it  is  a  liquid. 

On  the  other  hand,  heating  a  crystalline  solid,  we  get  an  abrupt 
change  at  a  definite  temperature.  It  has  a  definite  melting  point. 
According  to  our  kinetic  theory,  at  this  point  the  heat  vibrations  are 
extensive  enough  to  shatter  the  orderly  arrangement. 

Crystallography.  Crystalline  solids  occur  in  definite  geometric 
forms  and  their  study  is  crystallography.  These  forms  are  character- 
istic for  different  substances  and  often  offer  an  exceptionally  quick 
and  convenient  means  of  identification.* 

Classification  of  Crystals.  Crystal  forms  are  classified  accord- 
ing to  the  number  of  planes  of  symmetry  which  may  be  drawn 
within  the  crystal.  There  are  thirty-two  classes  and  no  more  are 
possible. 

The  older  plan  was  to  classify  according  to  systems  of  axes.  Weiss, 
in  1809,  originated  this  classification,  imagining  axes  within  a  crystal 
such  that  the  crystal  surfaces  are  more  or  less  symmetrically  arranged 
about  their  ends.  He  found  that  the  countless  different  forms  could 
all  be  considered  as  belonging  to  one  or  the  other  of  six  systems. 

Weiss'  Six  Systems.    We  have: 

First,  the  regular  system:  three  axes,  all  of  equal  length  and  all 
making  right  angles  with  each  other. 

Second f  the  tetragonal  system:  two  axes  of  equal  length  and  the 
third  axis  either  longer  or  shorter,  but  all  three  making  right  angles 
with  each  other. 

Third,  the  hexagonal  system:  three  axes  of  equal  length  crossing 
each  other  at  angles  of  60°  and  a  fourth  axis,  either  longer  or  shorter, 
at  right  angles  to  the  others. 

Fourth,  the  orthorhombic  system:  three  axes  of  unequal  length  but 
all  forming  right  angles  with  each  other. 

Fifth,  the  monoclinic  system:  three  axes  of  unequal  length,  two  of 
which  cross  at  right  angles,  while  the  third  is  at  right  angles  to  one 
and  not  to  the  other. 

*  Microchemical  analysis  is  an  interesting  branch  of  our  science.  See  "Anleit- 
ung  zur  Mikrochemischen  Analyse,"  by  H.  Behrens,  242  pp.,  second  edition  (1899), 
and  "Mikrochemische  Analyse  der  Wichtigsten  organischen  Verbindungen,"  by 
the  same  author. 
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Sixth y  the  triclinic  system:  three  axes  of  unequal  length  but  do 

right  angles. 

Hemihedxy  and  Tetartohedry.  Same  crystals  show  only  half 
the  number  of  faces  belonging  to  the  perfect  form.  These  are  called 
hemihedral  forms.  Others,  called  tetartohedral,  show  only  one- 
fourth  the  number  of  faces  of  the  perfect  form.  Yet  others,  called 
ogdohedral,  show  but  one-eighth  the  number  of  faces  of  the  perfect 
form. 

The  First  Law  of  Crystallography.  In  1669  N.  Steno  (1638-1686) 
obser\'ed  the  fact  that  the  angle  between  two  given  faces  of  a  crystal 
is  always  the  same  for  one  substance,  no  matter  what  the  size  of  the 
cr>'stal  or  the  conditions  under  which  it  was  formed.  The  fact  that 
there  is  a  characteristic  and  constant  angle  for  each  crystalline  sub- 
stance is  generally  known  as  the  first  law  of  crystallography.  It  b  a 
valuable  means  of  identification  and  is  much  used  for  the  purpose  by 
mineralogists  and  occasionally  by  chemists. 

Goniometer.  The  instrument  used  to  measure  this  angle  b 
called  a  goniometer.  There  are  several  forms:  one,  the  reflection 
goniometer,  consists  essentially  of  a  turntable  with  degrees  marked 
on  the  circumference,  and  an  observing  telescope.  The  crystal  to  be 
measural  is  mounted  in  the  center  of  the  table  and  an  object  at  a 
distance,  reflected  from  one  surface  of  the  crystal,  is  brought  to  cor- 
resjM)n(l  to  cross  hairs  in  the  ocular  of  the  [telescope.  The  turntable 
is  then  revolved  until  the  same  object  is  seen  again  in  the  same  posi- 
tir)n,  reflected  in  the  adjacent  cr>'stal  surface.  From  the  number  of 
decrees  through  which  the  cr>-stal  must  be  turned,  the  angle  made  by 
the  iwn  (TystJiI  surfaces  is  readily  calculated. 

iRomorphism.  Several  substances  may  crystallize  in  the  same 
fnriii.  ihf  I  harac  leristic  angles,  while  not  accurately  the  same,  being 
rii  ;iflv  ^li.  riuy  are  called  isomorjAous.  Inasmuch  as  there  is  not 
ifli  iititv  •>{  furiii.  h\\\  close  similarity,  Ostwald  suggested  that  homeo- 
fii'irpliMtK  i^  ii  1m  iirr  li-rni  than  isomoqAous.*  E.  Mitscherlich  (1794- 
r'l't'j.  ill  I'iiij.  i|i.(ovrred  the  phenomenon  in  the  potassium  and 
.'.ftMiiM  |ilii>^|i)iiiii -^  ami  ars4iiates.  He  obser\'ed  that  chemically  simi* 
|.it  •liMii  Ml;:  fitiil  f  lirtnirally  similar  comix)unds  showed  it,  and  it  has 
t.f.ii  ..r  iKt  in  erlri  titiK  •.yinlMil  Weights  from  a  series  of  possibilities, 
Mifl  ill  MiMciiiii  liii|f  till*  )irriiMli('  table. 

/ii'.n.  /  ll,n  -  »w".sj', 
Nrui«/IM)  -  HH'sb'. 
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Isomorphism  of  Elements.  Sometimes  one  element  in  a  com- 
pound may  be  replaced  by  another  without  altering  the  crystal  fonn. 
For  example,  arsenic  may  replace  phosphorus  in  sodium  hydrogen  phos- 
phate, Na2HP04.12H20,  to  form  the  arsenate,  Na«HAs04.12HaO, 
and  the  characteristic  angle  of  the  original  crystal  is  not  altered. 
Since  many  compounds  of  arsenic  are  isomorphous  with  the  corre- 
sponding compounds  of  phosphorus,  the  elements  themselves  are  called 
isomorphous.  When  so  called,  one  is  not  expected  to  infer  that  the 
pure  elements  necessarily  crystallize  with  the  same  angle.  It  is  a 
curious  fact  that  chemists  lay  most  stress  on  the  angle  measurement, 
while  crystallographers  lay  most  stress  on  the  similarity  of  the  chemi- 
cal properties  or  formulae. 

Test  for  Isomorphism.  The  best  test  for  the  existence  of  isomor- 
phism is  to  determine  whether  or  not  a  crystal  which  has  begun  to 
grow  in  one  solution  will  continue  to  grow  in  a  saturated  solution  of 
the  other  substance;  that  is,  whether  the  two  substances  will  form 
mixed  crystals,  which  do  not  contain  the  constituents  in  stoichei- 
ometric  proportions. 

Isomorphism  and  Analysis.  If  we  have  a  crystalline  precipitate 
of  one  substance  coming  out  of  a  solution  containing  an  isomorphous 
substance,  to  some  extent  at  least,  we  shall  obtain  mixed  crystals;  our 
precipitate  will  not  be  pure.  Such  conjunctions  should  be  avoided 
in  analytical  processes. 

Polymorphism.  In  many  cases  the  same  substance  appears  in  two 
or  more  crystal  forms.  This  phenomenon  is  called  polymorphism. 
If  a  substance  exists  in  two  forms  it  is  called  dimorphous,  if  in  three, 
trimorphous. 

Sulphur  occurs  as  orthorhombic  crystals  and  as  monoclinic  crystals, 
also  in  two  amorphous  varieties,  one  of  which  is  soluble  in  carbon 
disulphide,  the  other  is  not.  Calcium  carbonate  occurs  as  the  mineral 
calcite  in  a  subdivision  of  the  hexagonal  system  known  as  rhom- 
bohedral,  and  also  as  the  mineral  aragonite  in  the  orthorhombic 
system.  Carbon  as  charcoal  is  amorphous,  as  graphite  it  is  in  the 
monoclinic  system  although  the  form  appears  closely  to  resemble  a 
hexagonal  form;  diamonds  are  in  the  regular  system. 

The  phenomenon  of  polymorphism  is  very  general  and  microscopic 
crystallographic  investigations  of  organic  compounds  particularly 
reveal  it  with  unexpected  frequence. 

Properties  of  Crystals.  All  crystals  but  those  in  the  first  or 
regular  system  show  differences  in  properties  dependent  upon  the 
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direction  within  the  crystal  in  which  the  measurement  is  made.  For 
instance,  they  conduct  heat  and  electricity  best  in  certain  directions. 
Elasticity  and  hardness,  and  practically  all  measurable  physical  prop- 
erties, are  found  to  have  diflFerent  values  in  different  directions. 

Isotropic  and  Anisotropic  Substances.  Light  passes  through 
crystals  of  the  first  system  and  through  amorphous  bodies  at  the 
same  rate  in  any  direction.  They  are  called  isotropic.  Through 
crystals  of  all  other  systems  it  passes  at  a  maximum  rate  in  one 
direction,  and  at  a  minimum  rate  in  a  direction  at  right  angles  to  the 
first.  Such  substances  are  called  anisotropic.  Glass  may  be  made 
to  become  anisotropic  by  pressure,  mechanically  applied,  or  resulting 
from  quick  cooling.  Optical  methods  are  used  to  reveal  strains  in 
the  interior  which  would  unfit  glass  for  certain  uses. 

Double  Refraction.  If  we  look  at  a  dot  on  a  sheet  of  white 
paper  through  a  piece  of  Iceland  spar  (CaCOg)  we  see  two  dots. 
This  phenomenon  is  due  to  what  is  called  double  refraction.  Our 
plausible  explanation  is  as  follows:  Let  us  form  a  mental  picture  of 
the  structure  of  a  ray  of  light  with  that  definiteness  we  find  so  useful 
in  reasoning  about  atoms  and  molecules.  Cut  a  cross  section  of  a 
single  jay  coming  directly  at  us.  We  may  think  of  it  as  consisting  of 
many  electrons  moving  in  a  great  variety  of  directions  in  a  plane  per- 
pendicular to  the  direction  in  which  the  light  is  moving.  We  may 
picture  some  of  them  as  vibrating  to  and  fro  on  almost  every  radius 
which  can  be  drawn  through  the  center  of  the  ray,  some  describing 
circular,  others  elliptical  orbits  around  the  center.  The  total  effect 
is  an  equal  amount  of  disturbance  to  an  equal  distance  in  every 
direction  in  that  plane.  Or  we  may  adopt  the  undulation  theory  and 
think  of  luminiferous  ether  instead  of  electrons  vibrating  in  all  these 
directions.  The  picture  is  much  the  same  if  we  imagine  particles  of 
luminiferous  ether,  but  it  is  a  little  awkward  to  think  of  the  ether 
as  made  up  of  particles  and  as  continuous,  simultaneously.  We  may 
imagine  we  have  pasted  small  gum  labels  on  the  continuous  ether, 
then  these  will  be  engaged  in  the  intricate  dance. 

Polarized  Light.  Now  when  that  ray  enters  an  anisotropic  sub- 
stance, we  conceive  it  finds  it  easier  to  vibrate  in  two  planes  at  right 
angles  to  each  other  than  in  other  planes.  These  variegated  vibra- 
tions are  thus  resolved  into  two  main  planes.*  If  this  resolution  is 
complete  we  say  the  light  is  completely  plane  polarized.    We  have 

*  In  the  phraseology  of  the  electromagnetic  theory,  the  magnetic  vibrationa 
occur  in  one  plane  and  the  electrical  in  a  plane  perpendicular  to  the  6rst. 
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occasion  in  some  cases  to  imagine  the  nature  of  a  substance  such 
that  the  easiest  form  of  vibration  is  in  circular  paths,  and  that  the 
vibrations  are  resolved  into  the  describing  of  circles.  We  then  call 
the  light  circularly  polarized;  in  similar  way  we  imagine  elliptically 
polarized  light  consisting  of  vibrations  in  ellipses. 

In  our  work  we  need  consider  only  completely  plane  polarized 
light,  vibrations  at  right  angles  to  each  other  and  to  the  line  of  flight. 
Vibrations  in  one  of  these  planes  proceed  more  rapidly  through  the 
anisotropic  substance  than  those  in  the  other.  The  angle  through 
which  a  ray  is  bent  (refracted)  is  greater  the  slower  it  goes.  There- 
fore one  ray  is  split  into  two  and  we  have  double  refraction,  seeing 
two  dots  where  there  is  but  one. 

Optical  Axes.  This  splitting  of  one  ray  into  two  is  e£Fected  by 
every  substance  that  is  not  isotropic,  but  it  is  more  pronounced  with 
iceland  spar  than  with  most  other  substances.  All  anisotropic  sub- 
stances have  either  one  or  two  (no  more)  directions  in  which  this 
splitting  does  not  occur.  These  directions  are  called  the  optical 
axes.  When  there  are  two  they  usually  make  a  rather  small  angle 
with  each  other. 

Nicol  Prism.  Two  wedge-shaped  pieces  of  iceland  spar  are  cut  as 
shown  in  Fig.  24  and  cemented  together  with  Canada  balsam.  This 
combination  is  called  a  Nicol  prism 

from  William  Nicol  (1768-1851),  a      V^i  ^/  ^^^ 

Scotchman  who  invented  it  in  1828.   — \^»r,r:^j;^rz'^^^';^^  — 

A  ray  of  light  upon  entering  is  split         ^^^Ct^^^^—— A 

into  two,  one  called  the  ordinary, 

the   other   the    extraordinary   ray, 

both  completely  plane  polarized.    They  impinge  upon  the  cemented 

surface  at  such  an  angle  that  the  ordinary  ray  is  totally  reflected 

and  lost  in  the  mounting  of  the  prism,  while  the  other  passes 

through.    Thus  the  light  which  comes  out  of  the  other  end  is  plane 

polarized. 

Polariscope.  If  light,  polarized  by  passing  through  one  Nicol 
prism,  strikes  another,  it  will  pass  through  undiminished  in  intensity 
provided  the  screening  effect  of  the  second  is  parallel  to  that  of  the 
first.  If  the  screening  effect  of  the  second  Nicol  prism  is  perpendicular 
to  that  of  the  first,  no  light  passes.    We  say  the  nicols  are  "  crossed." 

A  polariscope  consists  essentially  of  two  Nicol  prisms.  The  one 
through  which  the  light  first  passes  is  called  the  polarizer,  and  that 
nearest  the  eye  of  the  observer,  through  which  the  light  passes  last, 
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is  callcil  the  analyzer.    The  substance  to  be  investigated  is  plaoed 
l>ot\vi*cn  the  two.* 

Crystals  in  Polarized  Light.  An  anisotropic  substance  inserted 
in  a  |Hilarisa>pc  between  crossed  nicols  produces  effects  which  enahk 
us  to  toll  much  regarding  the  crystal  form. 

Crystals  in  the  tetragonal  and  hexagonal  system  have  but  one  opti- 
cal axis.  If  a  plate  is  cut  perpendicular  to  this  axis  and  is  observed 
IhMwoimi  cn>ssi\l  nicols,  we  see  a  dark  center  surrounded  by  concen- 
trii*  rings,  the  whole  shot  throiigh  by  two  dark  bands  crossing  at  the 
iTi\tiT.  If  momKhroniatic  light,  as  from  a  sodium  lamp,  is  used 
for  thi^'  obserx-ations,  the  rings  alternate  light  and  dark.  If  white 
light  is  usihI«  owing  to  the  fact  that  different  wave  lengths  are  differ- 
cM\tly  n-fnu'toil.  there  is  a  play  of  colors.  Upon  turning  the  analyzer 
tlirough  (}o''  evor\*  color  changes  to  its  complementary  color  and  the 
iliiik  iToss  luvonirs  a  light  cr>ss. 

(^lystals  in  all  other  systems  (excluding  the  regular  which  is  iso- 
tropic^ ha\c  two  optical  axes.  If  a  plate  is  cut  perpendicular  to  the 
biscvtor  of  the  angle  U'tween  these  axes  and  is  observed  with  mono- 
(hroinalic  light  betwwn  crossed  nicols,  we  see  two  dark  centers 
surioui\(leil  by  ilark  and  light  circles.  Outside  of  these,  light  and 
iLuk  1i;uhls  follow  the  contour  to  include  both  centers  and  give  a 
iiguic  Miincihiiig  like  a  pair  of  sixnrtacles.  Two  dark  bands,  opposite 
luaiK  lu'>  III  ;ii\  hy|uTl>ola.  cut  through  the  picture,  each  including  one 
uMiici.  rh<'M*  haiuls  arc  symmetrically  placed  in  such  a  way  they 
ail*  !\caicst  <\u  h  other  at  these  centers.  In  particular  cases,  in  place 
o!  iluM- 1  uiACN.  N\e  nuy  have  a  dark  cross,  the  center  of  which  is  be- 
iweeii  ilie  lenieis.  Die  change,  u]H>n  rotating  the  analyzer  through 
t)i>",  i*i  ati.ilogoiiN  to  that  desiriluHl  for  cr>'stals  with  one  optical  axis; 
e\ri\  lolui  ilMnge>  ti>  its  complementar}*  color. 

All  iMiimitic  NultMtance  pnHluces  no  eiTect  unless  it  happens  to  be 
nne  t»i  ilie  lelatixely  lew  substances  which  rotate  the  plane  of  polar- 

Rutation  of  the  Plane  of  Polarized  Light.  If  a  thin  plate  of 
iliiait/  it  iiiM-iteil  l>et\veeii  the  crossetl  nicols,  and  is  examined  with 
nioiini  liroinatir  light,  the  whole  tiehl  becomes  lighter,  but  by  rotating 

*  I'tairii  ml  iiniii  louriiMiinr  in'stals  plane  iM>Kiri/^  light  and  absorb  in  great 
iiiiaadir  iIk'  \ ilti.itiiiiii  ill  uiic  plant*.  Thus  two  sui'h  plates  form  a  polarisoopc, 
!iiiiiir«\h.ii  limit.  Ihii  lll'^^rtil^lc-^1  Useful  in  many  iT>'stall<>graphic  investigations. 
Li^tii  iii'O  iil-^ii  In*  |Nilari/ril  !•>  rl'lU^tif>n  at  the  " |K)Urization  angle"  (about  56*) 
frnin  ^liiM  jil.itrt.  Hui  nunc  of  these  devices  equal  in  usefulness  the  Niool 
denhbed  hi  the  teit. 
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the  analyzer  through  an  angle,  the  field  is  made  as  dark  as  before. 
The  plausible  explanation  is  that  the  plane  in  which  the  light  coming 
from  the  polarizer  is  vibrating,  is  rotated  as  it  passes  through  the 
quartz.  The  angle  through  which  the  analyzer  must  be  turned,  to 
reestablish  the  previous  darkness,  is  thus  a  measure  of  the  rotation 
produced  by  the  quartz.  The  analyzer  is  moimted  in  the  center  of 
a  disk,  graduated  in  degrees,  and  a  vernier  enables  us  to  measure  the 
angle  accurately. 

Right  and  Left  Rotation.  If  it  is  necessary  to  rotate  the  analyzer 
in  the  direction  of  the  hands  of  a  watch,  the  substance  is  called 
right  rotating,  or  dextrorotatory;  if  in  the  opposite  direction,  it  is 
called  left  rotating  or  laevorotatory. 

This  ability  to  rotate  the  plane  of  polarized  light  is  possessed  by 
only  a  few  solids;  quartz  is  the  most  notable  example,  sodium  and 
potassiiun  chlorate  crystals  are  others.  A  larger  number  of  pure 
liquids  have  this  power.  For  instance,  German,  French,  and  Venetian 
turpentines  rotate  the  plane  to  the  left,  while  Austrian  turpentine 
rotates  it  to  the  right.  Pinenes  and  amyl  alcohol  are  other  examples. 
A  still  larger  number  of  substances  in  solution  rotate  the  plane  of 
polarized  light,  and  it  is  in  the  study  of  solutions  that  the  polariscope 
finds  its  most  important  applications.  We  shall  consider  these  appli- 
cations in  detail  in  Chapter  XVII. 

Inferences  from  Crystal  Forms.  There  can  be  no  manner  of 
doubt  but  that  these  various  crystal  forms  are  manifestations  of  an 
orderly  internal  arrangement,  and  that  they  are  so  many  clues  to 
the  shapes  and  arrangements  of  the  molecules.  Suggestions  in  great 
variety  have  been  made  ever  since  the  time  of  R.  J.  Haiiy  (1743-1822), 
who  founded  the  science  of  crystallography.* 

"  Etch  Figures."  Even  the  solubility  of  a  crystal  is  different  in  dif- 
ferent directions.    If  the  polished  surface  of  a  crystalline  substance 

*  A  presentation  of  these  theories,  to  be  of  value,  must  be  somewhat  extended, 
and  the  reader  is  therefore  referred  for  further  information  to  works  on  crystal- 
lography. Recent  views  of  interest  to  chemists  are  contained  in  articles  by 
L.  Sohncke,  Zeiisckr.f.  KrystaUographie,  13,  209-214  (1887);  14,  417-426  (1888); 
X9f  529-559  (1891);  20,  445-467  (1892). 

W.  Barlow  and  W.  J.  Pope,  Jour.  Chem.  Soc,  (London),  91,  1150-1214  (1907), 
draw  conclusions  regarding  the  volumes  of  atoms  and  valence,  from  crystalline 
forms.  A  summary  of  these  conclusions  and  additional  references  are  contained 
in  the  article  on  crystallography  by  W.  J.  Pope,  in  "Annual  Reports"  of  the 
Chemical  Society  (London),  5,  258-279  (1908).  See  also  "An  Introduction  to 
Chemical  Crystallography,  '*  by  P.  Groth,  translated  by  H.  M&rshaU,  123  pp.  (1906). 
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is  treated  for  a  brief  time  with  a  solvent,  some  pouts  dissolve  fastc 
than  other  parts,  and  geometrical  patterns  in  faint  relief  result.  Ffkii 
these  the  cr>'stal  form  may  be  determined.  Polished  surfaces  d 
steel,  other  metals  and  alloys,  may  be  so  "  etched  "  with  diferau 
solvents.  The  process  reveals,  not  only  the  cr\'stalline  form,  but  also 
the  presence  of  different  substances  (martensite,  cementitey  etc.)  in  the 
steel.  By  obser\-ing  these  under  a  microscope,  much  may  be  learned 
regarding  the  heat  treatment  to  which  steel  has  been  subjected.  Tbi? 
information  is  as  important  as,  and  may  be  more  important  ?>"" 
that  obtained  by  chemical  analysis.  These  methods  are  new.  and  as 
they  are  fairly  rapid  they  are  destined  to  have  increasing  appticatiom. 

Liquid  Crystals.  We  know  a  ciuious  group  of  organic  liquids 
which  partake  somewhat  of  the  character  of  solids.  Cholesterji  bcn- 
zoate,  a  solid  at  ordinary'  temperatures,  melts  at  145.5°  ^o  a  cloudy 
lifjuid,  which  may  be  poured  from  vessel  to  vessel  like  any  other 
lirjuid.  And  yet,  e.xamined  between  crossed  nicols,  it  shows  the  ph^ 
nomenon  of  double  refraction.  As  has  been  made  eWdent  in  the 
<?arlier  part  of  this  chapter,  this  phenomenon  indicates  that  light 
passes  more  rapidly  in  one  direction  than  another,  and  this  we  asso- 
(■ial(r  with  an  orderly  arrangement  of  particles  such  as  gives  rise  to 
( rystal  forms.  We  might  suppose  this  was  exclusively  a  prcq^erty  ol 
solids  and  that  lic|ui(ls  must  of  necessity  all  be  isotropic. 

The  r)nly  assum|)tion  possible  is  that  in  this  strange  liquid  the 
rnr)lc-(  ulcs  arr  held  in  an  orderly  arrangement.  At  178.5°  the  cloudy 
li({iii(l  dears  u|),  and  no  longer  exhibits  the  al)ility  to  doubly  refract 
lij/:lil.  The  sui)stan(:e  has  thus  two  definite  melting  points,  at  145.5' 
and  ill  17H.5",  and  In-tween  these  temperatures  may  properly  be  said 
to  (onsi't  of  li(|nid  crystals. 

Arnnioniurn  olcate  and  the  sodium  salt  of  2  naphthylamine  sul- 
plionif  a<  id,  and  otluT  sui)stanct's  show  the  same  beha\'ior.  These 
plicnonifiia  were  I'lrst  discovered  by  O.  Lehmann.* 

Alter  the  novelty  of  the  idea  has  worn  off  a  little,  it  is  by  no  means 
in(oniprehensii>le.  'I'lu*  forces  holding  particles  in  definite  position 
( an  eiisily  lie  imagined  as  grading  off  gradually  until  they  are  so  weak 
the  hubstanc  e  will  till  coni|)letely  the  lower  part  of  a  containing  vessel, 
and  yet  not  so  weak  l)ut  that  the  rather  mobile  particles  assume  de6- 
nite  positions  in  r(*lation  to  each  other.  We  have,  in  the  malleable 
metals,  what  we  might  consider  as  the  reverse  of  this  picture.  Many 
of  these,  like  g(»ld,  are  crystalline  in  structure,  and  yet  may  be  pounded 

•  Zfilsfkr.  f.  phys.  Ckem.,  4,  462-472  (1889). 
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into  any  shape,  that  is,  they  have  plasticity,  a  property  particularly 
characteristic  of  a  liquid. 

Molecular  Volumes  of  Solids.  The  atomic  volume  of  solid 
elements  was  defined  and  shown  to  be  a  periodic  function  of  the 
atomic  weight  in  Chapter  VII.  Efforts  have  been  made  to  estab- 
lish connections  between  these  and  the  molecular  volumes*  of  solid 
compounds  with  but  little  success. 

Some  of  the  results  are  rather  unlooked  for.  For  instance,  the 
atomic  volume  of  potassiiun  is  45.2,  and  the  molecular  volume  of 
KCl  is  37.4.  The  compound  occupies  less  space  than  one  of  its 
constituents.  Kopp  endeavored  to  derive  a  set  of  values  for  atomic 
volumes  of  the  elements  from  the  molecular  volumes  of  their  com- 
pounds, such  that  the  latter  might  in  turn  be  calculated  as  the  sum  of 
the  former,  as  he  did  for  liquids.  The  atomic  volume  proved  to  be 
dependent  upon  the  nature  of  the  compound,  upon  the  position  of  the 
atom  in  the  molecule,  as  we  may  imagine  it,  a  constitutive  property 
in  short.  No  useful  regularities  have  as  yet  been  established,  but 
there  is  value  in  the  idea. 

It  is  worthy  of  note  that  comparing  the  molecular  volumes  of 
closely  analogous  compounds  the  same  differences  are  observed. 
This  is  shown  in  the  following  table  of  molecular  volumes: 

KCl... 37.4        NaCl 27.1        AgCI 25.6 

KBr 44-3         NaBr 33.8        AgBr 31.8 

KI 54. o        Nal 43.5        Agl 42.0 

Chlorine  is  most  active,  and  iodine  least  active,  chemically,  and  the 
chloride  of  any  one  metal  occupies  a  smaller  volume  than  the  bromide, 
and  the  iodide  occupies  the  largest  volume.  Whether  such  contrac- 
tions will  ever  be  interpreted  as  numerical  measures  of  chemical 
energy  cannot  be  predicted. 

The  Covolume  of  Solids.  The  covolume  of  solids  does  not 
seem  to  be  a  constant  value.  If  it  were  we  should  have  what  we 
very  much  want,  a  good  method  for  determining  molecular  weights 
of  solids. 

*  Molecular  volume  is  the  volume  occupied  by  a  molecular  weight  in  grams,  or 
the  molecular  weight  divided  by  the  specific  gravity. 


CHAPTER  XVI 
Solutions — I 

OSMOTIC  PHENOMENA  AND  THE  THEORY  OF  DISSOCIATIOH 

IN  SOLUTION 

In  Chapter  III  we  defined  the  terms  solvent  and  solute,  and  de- 
fined a  solution  as  a  mixture  chemically  and  physically  homogeneous 
throughout,  the  proportions  of  which  may  be  altered  gradually  with- 
out causing  an  abrupt  change  in  any  of  its  properties.  The  main 
difference  then  between  solutions  and  chemical  cc»npounds  is  that 
the  laws  of  constant  proportions  by  weight  do  not  apply  to  the 
former. 

Classification  of  Solutions.  It  is  customary  to  classify  solu- 
tions according  to  the  conditions  of  aggregation  of  their  axnponents, 
and  in  this  way  the  following  subheads  are  established:  solutions  of 
(a)  gases  in  gases,  (b)  gases  in  liquids,  (c)  gases  in  solids,  (d)  liquids 
in  liquids,  (e)  solids  in  liquids,  (/)  liquids  in  solids,  (g)  solids  in  solids. 
But  all  the  advantages  obtainable  from  a  systematic  treatment  are 
retained  if  wc  adopt  a  less  elaborate  subdivision,  based  on  the  con- 
dition of  aggregation  of  the  solution,  and  consider:  (a)  gaseous  solu- 
tions, (b)  liquid  solutions,  (c)  solid  solutions. 

Gaseous  Solutions.  Gases  which  do  not  interact  chemically 
arc  miscible  in  all  proi)ortions,  and  these  mixtures  conform  to  the 
definition.  Our  most  im])ortant  generalization  about  gaseous  sdu- 
tions  is  both  simple  and  comprehensive.  When  we  have  a  gaseous 
mixture  (gaseous  solution),  each  gas  exerts  the  pressure  it  would 
exert  if  it  alone  were  present  in  that  volume.  This  pressure  is  called 
the  i)artial  pressure  of  that  gas  and  the  total  pressure  of  the  mixture 
(solution)  is  the  sum  of  the  partial  pressures.  For  instance,  air  is  a 
solution,  being  a  homogeneous  mixture  of  oxygen  and  nitrogen  and 
some  other  gases.  The  {xirtial  pressure  of  the  nitrogen  is  about 
four-fifths  of  the  barometric  pressure,  the  partial  pressure  of  the 
oxygen  is  about  one-fifth  of  the  barometric  pressure,  and  the  total 
pressure  of  the  gaseous  solution  is  the  sum  of  these  partial  pressures. 

9o6 
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All  the  properties  of  a  gaseous  solution  are  additive,  the  sum  of 
the  properties  of  the  components.  For  instance,  the  properties  of  a 
given  volume  of  air  at  a  pressure  of  760  mm.  are  the  properties  of 
that  whole  volume  of  oxygen  at  a  pressure  of  152  mm.  plus  the  prop- 
erties of  that  same  whole  volume  of  nitrogen  at  a  pressure  of  608  mm. 
(Of  course  this  statement  is  not  numerically  exact,  for  it  neglects  the 
small  partial  pressures  of  other  components  as  A,  CQt,  etc.,  always 
present.) 

Diffusion.  As  was  brought  out  in  connection  with  the  kinetic 
theory,  gases  diffuse  into  each  other  almost  independently  of  the  at- 
traction of  gravitation.  For  instance,  if  we  liberate  some  bromine  at 
the  bottom  of  a  cylindrical  jar  full  of  hydrogen,  the  bromine  will 
diffuse  upward  rather  rapidly,  and  the  progress  of  this  diffusion  is 
visible  owing  to  the  color  of  the  bromine.  Diffusion  of  one  gas  into 
another  will  not  cease  imtil  the  mixture  is  homogeneous  throughout. 
This  property  of  gaseous  solutions  is  of  vital  importance,  for  it  main- 
tains the  imiformity  of  composition  of  the  atmosphere  all  over  the 
earth.  If  it  were  otherwise,  carbon  dioxide,  being  heavier,  would 
collect  in  a  layer  at  the  bottom  and  the  earth  would  be  uninhabitable. 

Liquid  Solutions.  The  properties  of  liquid  solutions  cannot  be 
disposed  of  so  summarily.  Laws  have  been  discovered  to  hold  for 
dilute  liquid  solutions  which  have  had  great  influence  upon  all  branches 
of  chemistry  and  also  upon  botany,  zoology,  and  medical  sciences. 
They  require  our  careful  consideration  and  we  shall  devote  the  rest 
of  this  chapter  to  them. 

Such  generalizations  as  we  have  regarding  solid  solutions  will  be 
made  the  subject  of  another  chapter.  Curious  quasi-solutions  are 
known,  occupying,  apparently,  an  intermediate  position  between  true 
solutions  and  mechanical  suspensions.  We  call  these  colloidal  solu- 
tions. These  too,  in  the  light  of  recent  work,  have  become  of  sufficient 
importance  to  be  considered  in  a  special  chapter. 

Dilute  Solutions.  By  dilute  solutions,  as  the  term  is  understood 
in  physical  chemistry,  we  mean  solutions  of  concentrations  certainly 
not  greater  than  one-tenth  normal.* 

*  It  may  fairly  be  assumed  that  students  have  learned  in  previous  courses 
the  exact  significance  of  these  terms.  We  must  use  them  freely  from  now  on 
and  to  avoid  any  possible  misunderstanding  the  following  definitions  are  given. 
By  concentration  we  mean  the  quantity  of  substance,  expressed  in  any  convenient 
units,  present  in  unit  volume,  and  entirely  disregarding  whatever  else  may  or 
may  not  be  present  simultaneously  in  the  same  volume.  By  molecular  normal 
sdution  we  mean  a  solution  of  such  concentration  that  a  molecular  weight  m 
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Diffusion  of  Solutes.  If  we  place  a  layer  of  water  caretully 
over  a  sugar  solution  in  such  a  way  that  the  two  do  not  mix,  the 
sugar  will  rise  slowly  against  the  attraction  of  gravitation,  until  the 
whole  solution  is  homogeneous.  If  we  use  copper  sulphate  instead  of 
sugar,  it  is  possible  to  follow  the  process  by  the  color  change.  This 
is  analogous  to  the  diffusion  of  a  heavy  gas  upward  through  a  lighter 
gas,  or  analogous  to  the  filling  homogeneously  and  completely  of  the 
whole  volume  at  its  disposal  by  any  gas. 

There  is  then  a  force  causing  a  solute  to  diffuse  and  it  is  probably 
of  the  same  character  as  the  force  causing  a  gas  to  diffuse.  We  have 
no  ultimate  explanation  for  either  phenomenon.  We  may  adc^t 
the  kinetic  theory  and  say  the  molecules  are  fljdng  about  with  great 
velocities  but  the  question  remains  unanswered,  why  do  they  so  fly? 
Semipermeable  Membranes.  We  have  found  a  number  of  mem- 
branes which,  placed  between  a  solution  and  the  pure  solvent,  permit 

the  passage  of  the  latter  but  more  or  less  com- 
pletely prevent  the  passage  of  the  solute.  Such 
membranes  are  styled  "  semipermeable." 

Qualitative  Experiment.  Tie  parchment 
paper  over  a  small  glass  funnel,  make  the  joint 
tight  with  sealing  wax,  fill  it  with  a  concentrated 
solution  of  sugar,  attach  a  long  glass  tube  to  the 
stem  by  rubber  tubing,  and  invert  in  a  beaker  of 
distilled  water,  as  shown  in  Fig.  25.  Water  i>asses 
through  the  parchment,  and  the  volume  of  the 
solution  being  increased  it  rises  in  the  tube.  It 
is  very  easy  to  set  up  the  apparatus  in  such  a 
way  that  the  meniscus  in  the  tube  rises  several 
centimeters  an  hour  and  to  a  height  of  ten  or 
twelve  feet.  More  or  less  sugar  may  be  fovmd 
in  the  water  outside.  The  hydrostatic  pressure 
usually  breaks  the  sealing-wax  joint  when  this 
height  is  attained. 
Osmosis.  This  development  of  an  hydrostatic  pressure  on  the 
solution  side  of  such  a  membrane  is  called  osmosis  and  the  pressure  so 
measured  is  called  osmotic  pressure. 

grams  of  the  solute  is  present  in  a  liter  of  the  solution.  By  equivalent  normal 
solution  we  mean  one  of  such  concentration  that  an  equivalent  weight  in  grams 
of  solute  is  present  in  a  liter  of  the  solution.  The  term  "normal  solution,"  with> 
out  qualifying  adjective,  in  this  book,  is  used  to  indicate  molecular  normal.  If 
equivalent  nonnal  is  intended  the  term  equivalent  normal  will  be  used. 


Fig.    2; 


OSMOTIC  PHENOMENA  209 

Endosmosis  and  Exosmosis.  Abb6  Nollet  (1700-1770)  in  1748* 
filled  a  vessel  with  alcohol,  closed  it  with  bladder,  submerged  the 
whole  in  water,  and  observed  that  the  volume  of  alcohol  was  in- 
creased and  the  bladder  distended.  These  facts  were  forgotten  and 
the  phenomenon  was  rediscovered  by  Sommering  in  1814.  It  was  first 
seriously  studied  by  Dutrochet,  and  by  N.  W.  Fischer,  in  numerous 
articles  beginning  in  1822.  The  underlying  idea  of  many  suggestions 
which  have  since  been  made  as  plausible  explanations  may  be  found 
in  one  or  another  part  of  Dutrochet's  writings.  He  it  was  who  gave 
us  our  nomenclature.  Observing  that  there  was  always  a  current  in- 
ward, to  the  side  where  the  excess  pressure  developed,  and  a  current 
outward,  through  such  membranes,  he  called  the  first  the  endosmotic, 
the  second  the  exosmotic  current.  For  many  years  the  phenomenon 
was  called  endosmosis  and  only  relatively  recently  has  it  been  abbre- 
viated to  osmosis. 

Other  Membranes.  Many  other  diaphragms  were  found  by  the 
early  investigators  which  gave  the  same  qualitative  results;  for  in- 
stance collodion,  thin  plates  of  marble,  fine-grained  unglazed  porce- 
lain, even  glass  with  exceedingly  fine  cracks  in  it  such  as  may  be 
produced  by  bringing  water  in  contact  with  a  hot  test  tube,  almost 
any  animal  membrane,  as  the  lining  of  the  peritoneal  cavity,  or  the 
heart  sack,  have  been  used.  Plant  cells  are  enclosed  sacks  with  this 
property  of  permitting  the  passage  of  a  solvent  while  hindering  more 
or  less  perfectly  the  passage  of  dissolved  substances. 

Evidently  some  of  the  most  important  processes  of  both  animal  and 
vegetable  life  are  thus  osmotic,  and  consequently  the  phenomenon  is 
of  great  general  interest. 

Ideal  Membranes.  With  all  the  efforts  which  have  been  ex- 
pended we  have  not  as  yet  found  a  perfect  semipermeable  membrane, 
one  which  offers  free  passage  to  the  solvent  while  absolutely  prevent- 
ing  the  passage  of  all  traces  of  the  solute.  The  nearest  approach  to  a 
realization  of  the  ideal  membrane  was  made  by  M.  Traube,t  who 
discovered  the  so-called  precipitation  membranes  of  which  copper  fer- 
rocyanide  is  the  best  example. 

Copper  Ferrocyanide.  Fill  a  beaker  or  jar  with  a  solution  of 
copper  sulphate.  Make  a  solution  of  potassium  ferrocyanide  of 
slightly  greater  specific  gravity.  Fill  a  pipette  with  this,  put  the 
opening  of  the  pipette  below  the  surface  of  the  copper  sulphate  solu- 

*  "Memoires  de  I'Academie  Royalc  des  Sciences*'  (1748),  pp.  57-104. 
t  ArchivfUr  AnatomU  und  Physiologic  (1867),  p.  87. 


2IO  THEORETICAL  AND  PHYSICAL  CHEMISTRY 

tion  and  let  a  little  of  the  potassium  ferrocyanide  solution  flow  out 
slowly.  Where  the  two  solutions  come  in  contact  a  precipitate  of 
copper  ferrocyanide  forms  as  an  exceedingly  tenuous  membrane, 
effectually  separating  the  two  solutions.  Where  it  breaks  it  repairs 
itself,  new  membrane  forming.  That  the  solutes  cannot  pass  through 
is  demonstrated  by  the  fact  that  the  membrane  thickens  only  very 
slowly.  That  water  passes  readily  is  proved  by  the  fact  that  a  more 
concentrated  solution  of  copper  sulphate  collects  all  about  the  bubble 
and  may  be  seen  falling  in  threadlike  streams  from  the  lowest  points. 
If  the  bubble  is  shaken  loose  from  the  pipette  it  will  sink,  owing  to  its 
greater  specific  gravity,  but  the  potassium  ferrocyanide  solution  in- 
side is  constantly  gaining  water  at  the  exp)ense  of  the  copper  sulphate 
solution,  and  eventually  the  specific  gravities  are  reversed  and  the 
bubble  slowly  ascends  through  the  liquid  to  the  surface.  This  is  a 
particularly  significant  experiment,  easily  carried  out,  and  we  shall 
have  occasion  to  refer  to  it  again. 

Maximum  Osmotic  Pressure.  The  question  arises,  what  is  the 
maximum  osmotic  pressure  obtainable  with  a  given  solution?  To 
determine  this  we  must  have  as  nearly  ideal  a  semipermeable  mem- 
brane as  possible,  and  it  must  withstand  the  pressure  without  break- 
ing. The  copper  ferrocyanide  membrane  comes  nearer  to  fulfilling 
the  first  requirement  than  any  other  we  have  yet  discovered,  but  it  is 
very  fragile. 

The  botanist  W.  Pfeffer*  had  the  ingenious  idea  of  precipitating 
copper  ferrocyanide  within  the  pores  of  unglazed  porcelain  cells,  thus 
furnishing  strong  supports  for  exceedingly  small  areas  of  membranes. 
He  placed  a  solution  of  potassium  ferrocyanide  inside  such  a  cell  and 
an  equimolecular  solution  of  copper  sulphate  outside,  and  allowed 
time  for  these  substances  to  diffuse  and  meet  in  the  pores.  Several 
days  are  required  and  about  nineteen  out  of  twenty  of  the  membranes 
so  formed  are  defective.  But  he  secured  a  number  with  which  he 
made  the  first  quantitative  measurements  of  maximum  osmotic 
pressure.  In  his  best  cells  the  membranes  were,  as  you  might  say, 
plastered  on  the  interior  surface  rather  than  actually  within  the  body 
of  the  porcelain. 

Pfeffer's  Apparatus.    A  somewhat  simplified  form  of  hb  appa- 
ratus is  shown  in  Fig.  26.    The  small  cylindrical  porous  cup  carry- 
ing the  membrane  is  cemented  tightly  to  the  glass  part.    A  dosed 
mercury  manometer  is  used  in  order  to  measure  high  pressures  and 
•  "  OBmotisdic  Untcmuchungcn/*  by  W.  PfcflFcr.  236  pp.  (1877). 
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yet  hold  the  volume  increase  as  low  as  possible.  The  cell  is  filled 
completely  with  solution  of  known  concentration  through  the  tube  A. 
This  tube  is  then  sealed  and  the  whole  arrange- 
ment is  submerged  in  distilled  water  at  a  definite, 
constant  temperature.  The  pressure  within  grad- 
ually rises,  and  in  a  day  or  more  it  reaches  a  max^ 
imum.  Pfeffer  discovered  that  his  maxima  were 
directly  proportional  to  the  concentrations  of  his 
solutions. 

Plasmolyds.  He  also  did  much  work  with 
small  plant  cells.  These  consist  of  cellulose  walls 
lined  with  membranes  of  protoplasm,  which  in  turn 
enclose  solutions.  They  are  so  small  they  must  be 
studied  under  a  microscope.  Such  a  cell  may  be 
immersed  in  a  solution,  and  if  water  enters  the 
cell  will  swell  until  it  bursts.  If  water  leaves  the 
interior  the  cell  will  shrink,  the  membrane  of  protoplasm  will  be  sep- 
arated from  the  inside  of  the  cellulose  wall,  and  we  have  the  phe- 
nomenon called  plasmolysis. 

Isotonic  Solutions.  The  concentration  of  the  outer  solution  may 
be  altered  until  no  change  of  size  is  observed.  When  this  condition 
is  reached,  the  solutions  inside  and  outside  may  be  considered  as  ex- 
erting the  same  osmotic  pressures.  Such  solutions  are  called  isotonic 
or  isosmotic.  If  such  a  cell  does  not  alter  upon  being  transferred 
from  a  solution  (a)  to  a  solution  {b),  then  (a)  and  (b),  each  equal  to  a 
third,  must  be  equal  to  each  other,  and  they  too  are  isotonic. 

Temperature  Effect.  PfeSer  also  observed  that  when  a  cell 
shows  no  change  in  a  given  solution,  the  temperature  of  cell  and  solu- 
tion may  be  altered  and  still  there  will  be  no  change  in  its  size.  This 
proves  the  osmotic  pressures  of  different  solutions  change  at  the  same 
rate  with  changes  of  temperature. 

Van't  Hoff's  Generalization.  In  1886  J.  H.  van't  Hoff  calcu- 
lated from  PfeSer's  results  that  the  maximum  osmotic  pressure 
obtainable  with  a  solution  of  a  given  concentration  is  the  same  as  the 
gaseous  pressure  which  that  much  of  the  solute  would  exert  if  we 
could  have  it  as  a  gas  in  that  volume  at  that  temperature.  For 
instance,  the  maximum  osmotic  pressure  obtainable  at  o"  with  a 
solution  of  sugar  of  such  a  concentration  that  22.4  liters  contain  a 
molecular  weight  in  grams,  is  760  mm,  of  mercury,  or  one  atmosphere. 
A  normal  solution  of  sugar  contains  a  molecular  weight  in  grams  in 
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one  liter,  and  the  maximum  osmotic  pressure  obtainable  with  it  is 
22.4  atmospheres. 

In  other  words,  Boyle's  law  holds  for  substances  in  sdution  with- 
out alteration  of  the  numerical  significance  of  any  one  of  the  symbols; 
we  must  only  substitute  the  words  "  maximum  osmotic  pressure  "  for 
gaseous  pressure. 

Van't  Ho£f  also  calculated  from  Pfeffer's  results  that  the  Twa-giwiim 
osmotic  pressure  for  a  given  solution  is  directly  pn^xnrtional  to  the 
absolute  temperature,  that  is,  Gay-Lussac's  law  applies  to  substances 
in  solution.  Combining  these  facts,  he  said  that  the  gas  laws,  as 
expressed  in  the  fundamental  equation  pv  =  RT,  apply  to  substances 
in  solution  without  alteration  of  the  niunerical  value  of  any  one  <rf 
the  symbols.  This  is  the  greatest  generalization  ever  made  regarding 
solutions. 

Experimental  Verification.  The  experimental  difficulties  in  mak- 
ing direct  measurements  of  maximum  osmotic  pressures  are  enor- 
mous, and  therefore,  for  years,  the  exp)erimental  basis  for  this  great 
generalization  was  slender.  But  recently  H.  N.  Morse  in  America 
and  the  Earl  of  Berkeley  in  England  have  made  many  improvements 
in  the  methods  and  many  quantitative  measurements.*  One  of  the 
most  useful  of  these  improvements  is  in  the  method  of  mi^lring  the 
membrane.  Morse  inserted  electrodes  in  the  solutions  on  opposite 
sides  of  the  porcelain  and,  applying  an  electromotive  force  of  about 
100  volts,  drove  the  membrane-forming  constituents  into  the  por- 
celain. This  much  shortens  the  time  needed  and  diminishes  the 
percentage  of  poor  membranes.  Such  membranes  have  withstood 
pressures  as  high  as  130  atmospheres  and  have  proved  to  be  nearly 
ideal  as  regards  semipermeability. 

Exceptions.  Just  as  we  have  no  ideal  gas,  so  have  we  no  ideal 
solution.  Just  as  we  found  it  necessary  to  apply  corrections  to  the 
gas  laws  in  order  that  they  might  more  nearly  formulate  the  actual 


*  For  full  experimental  details  and  the  best  data  we  have  at  present  the 
is  referred  to  the  following  articles: 

By  H.  X.  Morse  and  coworkers,  Am.  Chcm.  Jour.,  26,  80-86  (1901);  aS,  1-13 
(1902);  29,  i7i.  174  (1903);  34»  >-99  (1905);  36,  1-39,  39^3  (1906);  37i  3*4-3^ 
425-467,558-595  (1907);  38,  175-2^6  (1907);  39,  667-680  (1908);  40,  1-18,  194- 
ai3,  266-277,  325-337  (1908);  4if  1-19,  92-117,  257-276  (1909). 

By  Eari  Berkeley  and  E.  G.  J.  Hartley,  Proc.  Roy.  Soc.,  London,  73,  43<^443 
(1904);  77,  156-169  (1906);  Phil.  Trans.  Roy.  Sac.,  London,  206,  481-507  (1906); 
Proc.  Roy.  Sac.,  London,  82,  271-276  (1909);  Pkii.  Trans.  Roy,  Soc.,  London, 
177-203  (1908);  319-336  (1909)- 
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behavior,  and  introduced  van  der  Waals'  corrections,  so  must 'we 
apply  corrections  in  order  that  they  may  formulate  the  behavior  of 
solutions.  We  subtracted  the  constant  6,  supposed  to  be  four  times 
the  volume  actually  occupied  by  the  molecules,  from  the  measured 
volume  of  gases.  The  work  of  Morse  and  Berkeley  shows  that  if 
we  subtract  the  volume  occupied  by  the  solute  from  the  total  volume 
of  the  solution,  the  experimental  values  for  maximum  osmotic  pres- 
sures are  much  nearer  those  calculated  according  to  the  gas  laws. 
The  exceptions  themselves  thus  strengthen  and  confirm  the  remark- 
ably close  analogy  between  the  gaseous  condition  of  aggregation  and 
the  condition  of  being  in  solution. 

Colligative  Properties.  A  property,  numerically  the  same  for  a 
group  of  substances,  independent  of  their  chemical  natures,  Ostwald 
has  called  colligative.  The  gaseous  pressure  is  independent  of  the 
nature  of  the  gas  and  hence  a  typical  colligative  property.  The  maxi- 
mum osmotic  pressure  of  a  substance  in  solution  had  been  proved  to 
be  independent  of  its  chemical  nature  and  is  therefore  another  colli- 
gative property.  Whenever  we  find  a  colligative  property  we  may  use 
it  to  determine  molecular  weights.  Therefore  we  may  determine  molec- 
ular weights  of  substances  in  solution  by  determining  their  maximum 
osmotic  pressures. 

Molecular  Weights.  The  reasoning  is  exceedingly  simple.  Our 
definition  of  a  molecular  weight  is  the  weight  in  grams  of  a  gas  which, 
occupying  22.4  liters  at  0°,  exerts  a  pressure  of  i  atmosphere.  Since 
the  gas  laws  apply  without  great  corrections  to  substances,  in  dilute 
solution  we  may  apply  the  same  definition.  Suppose  we  find  that  a 
solution  containing  10  grams  of  a  substance  per  liter  exerts  a  maximum 
osmotic  pressure  of  i  atmosphere.  Then  22.4  liters  of  it  will  contain 
a  molecular  weight  and  the  molecular  weight  is  10  x  22.4  or  224. 

Suppose  a  solution  contains  0.54  gram  substance  per  100  cm*  and 
is  found  to  exert  a  maximum  osmotic  pressure  of  1.5  atmospheres  at  0°. 
We  have  only  to  calculate  the  number  of  grams  which  must  be  present 
in  22  400  cm'  to  exert  a  maximum  osmotic  pressure  of  one  atmosphere. 

We  have  -^  X  22  400  X  —  =  80.64,  which  is  then  the  molecular 
100  ^         1.5 

weight. 

Indirect  Measures.  This  application  of  the  fundamental  prin- 
ciples by  which  we  determine  molecular  weights  of  gases  to  dissolved 
substances  is  important.  There  are  many  substances  which  do  not 
lend  themselves  to  measurement  by  the  vapor  density  methods,  but 
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almost  everything  will  dissolve  in  some  solvent  and  we  may  apply 
the  osmotic  method.  Unfortunately  direct  measurements  of  inaTiTwitTn 
osmotic  pressures  are  so  difficult  we  cannot  use  them,  but  must  ha\'e 
recourse  to  the  so-called  indirect  methods.  It  will  be  explained  in 
Chapter  XXIII,  how  van't  Hoff  showed  that  the  lowering  of  the  freez- 
ing point  and  raising  of  the  boiling  point,  due  to  the  presence  of  a 
dissolved  substance,  is  a  measure  of  the  osmotic  pressure.  Results  by 
these  methods  are  very  numerous,  and  are  being  added  to  constantly. 
The  indirect  e\idence  of  the  validity  of  van't  Hoflf' s  great  generalization, 
that  the  gas  laws  apply  to  substances  in  solution,  is  overwhelming. 

Diffusion  as  a  Method  of  Measurement.  If  the  force  causing 
diffusion  of  a  dissolved  substance  through  a  solution  is  not  identical 
with  that  causing  the  phenomena  of  osmosis,  it  is  certainly  very 
closely  allied  to  it.  Then  measurement  of  the  velocity  of  diffusion  in 
liquids  should  be  a  measure  of  maximum  osmotic  pressures  and  so  of 
molecular  weights.  We  learned  in  Chapter  XI  that  we  can  determine 
the  molecular  weight  of  a  gas  by  measiuing  the  rate  at  which  it 
escapes  through  a  capillary  opening  by  applying  the  formula  derived 

from  the  kinetic  theory,    -  =  A*    Since  the  gas  laws  ap^ly  to  solu- 

lions  we  should  be  able  to  determine  the  molecular  weight  of  a 
dissolved  substance  by  measuring  the  rate  at  which  it  diffuses.  But 
the  diffusion  of  a  dissolved  substance  is  a  very  slow  process.  A  satu- 
rated solution  of  copper  sulphate  will  not  diffuse  upward  20  cm.  in  a 
month  sufficiently  to  give  a  marked  blue  color,  at  that  level,  if  all 
mechanical  shaking  and  temperature  changes  which  might  set  up 
convection  currents  arc  eliminated. 

Diffusion  through  Jellies.  It  has  been  found  that  crystalline  sub- 
stances diffuse  through  a  jelly  made  with  gelatine  at  the  same  rate  as 
throu^'h  i)uro  water,  provided  the  percentage  of  gelatine  is  not  too  great, 
siiy  4  to  5  jHT  cent  as  a  maximum.  A  tube  is  filled  with  gelatine  jelly 
and  a  solution  is  caused  to  flow  slowly  by  in  contact  with  one  face, 
while  the  other  face  is  in  contact  with  a  slow  current  of  distilled 
wjitrr.  In  this  way  the  concentration  is  held  nearly  constant  at  each 
surface  and  the  (|uantity  of  solute  diffusing  through  in  unit  time  is 
measured.  The  rate  of  diffusion  is  slow,  for  instance,  0.31 2  gram  sugar 
from  a  ?  p<T  cent  solution  passed  through  one  square  centimeter  of  a 
gelatine  membrane  T centimeter  thick  in  24  hours.  Because  of  its 
slowness  diffusion  is  not  a  practical  method  for  determining  molecular 
weif^hts. 
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Osmotic  Pressures  in  Other  Solvents  than  Water.  Thus  far 
we  have  no  quantitative  direct  measurements  of  the  maximum  os- 
motic pressures  of  substances  in  other  solvents  than  water.  This  is 
due  to  the  fact  that  we  have  not  as  yet  found  membranes  conforming 
sufficiently  well  to  the  requirement  of  almost  perfect  semipermeability, 
that  is,  permitting  the  passage  of  the  solvent  and  preventing  the  pas- 
sage of  the  dissolved  substance,  for  any  other  solvent  than  water. 

Attempts  to  Explain.  We  have  now  before  us  the  typical  facts 
regarding  osmosis.  In  spite  of  many  eflforts  a  wholly  adequate,  plaus- 
ible explanation  for  them  is  still  lacking.  The  suggestions  which 
have  been  made  are  legion,  and  it  is  entirely  out  of  the  question  to 
discuss  them  all.  Omitting  minor  variations,  they  may  be  grouped 
under  three  heads:  the  kinetic  hypothesis,  the  attraction  hypothesis, 
and  the  surface  tension  hypothesis. 

The  Kinetic  Hjrpothesis.  The  fact  that  the  gas  laws  apply  to 
substances  in  solution  suggests  at  once  that  osmotic  pressure  is  due 
to  the  same  cause  to  which  we  attributed  gaseous  pressures,  namely, 
a  bombardment  of  the  membrane  by  the  dissolved  molecules. 

Arguments  in  Favor  of  the  Kinetic  Hjrpothesis.  The  main 
arguments  in  favor  of  this  hypothesis  are  of  course  the  numerical 
equality  of  osmotic  and  gaseous  pressures  and  the  numerical  identity 
of  the  temperature  coefficients;  in  short,  that  the  gas  laws  apply  to 
substances  in  dilute  solution. 

Furthermore  it  must  be  conceded  that  it  is  the  dissolved  substance 
which  in  some  way  causes  the  exertion  of  the  pressure,  for,  first,  if  no 
dissolved  substance  is  present,  no  osmotic  pressure  is  observable,  and 
second,  it  would  be  absurd  to  attribute  the  pressure  to  the  solvent, 
for  the  membrane  is  obviously  permeable  to  the  solvent,  and  we  might 
as  well  imagine  a  column  of  water  resting  on  a  sieve  as  a  base  as  that 
the  solvent  exerts  these  high  pressures  on  the  membrane  and  yet 
does  not  go  through. 

Van't  Hoflf  has  suggested  an  experiment  which  illustrates  how 
we  may  apply  the  kinetic  theory  to  solutions.  Suppose  a  mixture  of 
nitrogen  and  hydrogen  confined  in  a  palladium  vessel  which  is  im- 
mersed in  an  atmosphere  of  hydrogen.  Palladium,  especially  at 
high  temperatures,  as  is  well  known,  is  readily  permeated  by  hydrogen 
but  not  by  nitrogen.  The  pressure  within  this  vessel  is  a  gaseous 
pressure,  the  sum  of  the  partial  pressures  of  the  hydrogen  and  the 
nitrogen.  Now  suppose  that  we  lower  the  temperature  and  increase 
the  pressure  on  the  whole  system  until  these  gases  liquefy.    The 
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excess  pressure  within  the  vessel  at  any  time  during  this  process  is  evi- 
dently due  to  the  nitrogen,  and  is  a  gaseous  pressure.  When  lique- 
faction is  complete,  the  excess  pressure  in  the  vessel  is  still  due  to 
the  nitrogen,  although  this  is  now  a  liquid,  and  is  dissolved  in. the 
liquid  hydrogen  just  as  sugar  is  dissolved  in  water. 

Perrin  has  shown  (see  Chapter  XI)  that  the  Brownian  movement 
of  the  smallest  particles  observable  by  ultramicroscopic  methods  is  of 
the  order  calculable  from  the  kinetic  theory.  It  is  reasonable  to 
extend  this  conclusion  to  yet  smaller  partides  such  as  we  imagine  the 
particles  of  a  solute  to  be. 

Arguments  against  the  Kinetic  Hypothesis.  The  solvent  passes 
through  the  membrane  to  the  solution.  By  no  stretch  of  the  imagi- 
nation can  one  conceive  of  a  vigorous  bombardment  on  one  side  of 
a  membrane  as  determining  a  flow  of  water  in  a  direction  opposed 
to  such  bombardment. 

Liberate  a  gas  in  a  vessel  and  all  parts  of  the  vessel  feel  the  full 
force  of  the  pressure  immediately.  Osmotic  pressures  grow  gradually 
and  require  some  little  time  to  reach  their  maxima.  This  is  not  an 
important  objection.  The  full  force  may  indeed  be  there  at  the  out- 
set, for  our  methods  of  measurement  would  not  detect  it.  The  force 
must  do  work  to  affect  a  manometer,  and  that  takes  time,  but  the 
force  itself  may  be  the  same  when  the  process  starts  as  when  equilib- 
rium is  reached. 

Such  great  pressures  should  crush  any  vessel  immersed  in  a  solu- 
tion. This  contention  is  untenable,  for  the  vessel,  unless  semiper- 
meable, is  not  subjected  to  the  pressure.  There  is  a  liquid  surface 
surrounding  it  and  the  intermolecular  attractions  in  operation  fonning 
a  surface  are  directed  inward,  and  so  are  opposed  to  osmotic  pressure. 
They  are  probably  far  greater  than  osmotic  pressures,  laige  as  the 
latter  are. 

It  is  difficult  to  imagine  dissolved  molecules  moving  with  the 
velocity  of  gaseous  molecules  because  of  the  great  internal  friction  of 
liquids  shown  by  the  slowness  of  diffusion  in  them.  This  objection 
finds  an  exi)erimental  answer  in  the  work  of  Perrin  already  dted. 

The  Attraction  Hypothesis.  In  the  attraction  hypothesis,  the 
assumption  is  made  that  the  solvent  passes  through  to  the  solution 
because  of  the  affinity,  probably  chemical,  of  the  solute  for  the  sol- 
vent. This  has  been  cleverly  dubbed  the  "  thirst "  hypothesis,  and 
it  has  been  suggested  that  we  should  speak  of  ''  osmotic  sucdoQ 
rather  than  *'  osmotic  pressiue.' 
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Argument  for  the  Attraction  Hypothesis.  Chemical  affinity  is 
aknost  the  only  force  we  can  think  of,  if  we  exclude  gaseous  pressures, 
adequate  to  produce  the  large  pressures  actually  observed. 

Arguments  against  the  Attraction  Hypothesis.  The  great  diffi- 
culty with  this  hypothesis  is  that  it  does  not  account  for  van't  Hoflf' s 
generalization.  We  cannot  imagine  that  the  chemical  affinity  be- 
tween water  and  equimolecular  quantities  of  all  substances  what- 
soever is  exactly  the  same.  Nor  can  we  readily  accept  a  statement 
that  this  attraction  between  all  solutes  and  water  increases  in  direct 
proportion  to  the  absolute  temperature.  On  the  contrary  we  should 
expect  that  the  "  thirst "  of  many  substances  would  diminish  as  the 
temperature  increased,  for  substances  lose  water  of  crystallization  at 
relatively  low  temperatures. 

If  the  driving  force  be  an  attraction,  it  should  diminish  as  the 
square  of  the  dilution  increases.  As  a  matter  of  fact,  it  falls  off 
directly  as  the  dilution  increases. 

Surface  Tension  Hypothesis.  We  may  consider  the  solution  and 
the  pure  solvent  as  contained  in  two  elastic  bags  and  the  surface 
tensions  are  the  measures  of  the  forces  striving  to  diminish  the  ex- 
ternal areas  of  the  bags.  That  bag  with  the  greater  surface  tension 
will  squeeze  its  contents  into  the  other. 

In  many  cases  the  facts  are  in  accord  with  this  hypothesis  and  the 
motion  of  the  liquid  through  the  membrane  is  from  the  side  of  greater 
surface  tension  to  that  of  less. 

But  many  other  cases  are  known  wherein  the  motion  is  the  other 
way,  from  the  side  of  less  surface  tension  to  that  of  greater.  Under 
these  circumstances  we  cannot  concede  much  value  to  this  hypothesis 
in  its  simple  form  as  just  described.  It  has  been  bolstered  with 
additional  hypotheses,  some  of  them  rather  forced,  imtil  it  has  become 
so  complicated  that  it  is  certainly  not  illuminating  as  a  really  good 
and  useful  hypothesis  should  be. 

Conclusion.  Considering  all  the  suggestions  made,  we  recognize 
good  and  bad  in  each,  which  means  that  each  doubtless  contains 
value,  and  that  some  day  we  may  devise  a  composite  which  will  be 
better  than  any  one  alone.  Apparently  there  is  more  of  value  in  the 
kinetic  hypothesis  than  in  the  others.  But  for  the  present  at  least 
we  are  forced  to  the  conclusion  that  we  have  no  really  satisfactory 
plausible  explanation  of  the  facts  of  osmosis.  There  is  no  reason  why 
this  should  excite  surprise  or  any  unusual  amount  of  dissatisfaction, 
for  we  have  no  satisfactory  explanation  for  the  commonest,  simplest 
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event.  That  it  does  excite  dissatisfaction  is  undeniable  and  thk  is 
an  indication  that  we  overestimate  our  achievement  when  we  have 
devised  a  satisfactory  theory  such  as  the  kinetic  theory  of  gases  or 
Avogadro's  theory  or  the  like. 

The  Function  of  the  Membrane.    By  some,  the  fimction  of  the 
membrane  in  osmotic  phenomena  is  considered  to  be  a  subordinate 
question,  because  it  can  be  demonstrated  that  the  nature  of  the 
membrane,  assuming  perfect  semipermeability,  makes  no  difference. 
This  demonstration  runs  as  follows:  Imagine  a  long  tube  divided  into 
compartments  by  two  diaphragms,  perfectly  semipermeable,  but  of 
such  natures  that  the  first  is  capable  of "  generating  "  a  higher  osmotic 
pressure  than  the  second.     Imagine  the  chamber  made  by  the  dia- 
phragms filled  \\'ith  a  solution  and  the  rest  of  the  tube  full  of  water. 
Water  will  pass  in  through  both  riiembranes  until  the  pressure  is  the 
maximum  the  second  can  generate.     It  will  continue  to  come  in 
through  the  first  but  will  then  begin  to  pass  out  through  the  second. 
Since  the  membranes  are  not  altered,  and  all  solute  is  retained  in 
the  chamber,  water  will  continue  to  flow  in  through  the  first  and 
out  through  the  second  forever.     We  could  insert  a  water  wheel  and 
make  the  current  do  work,  thus  realizing  a  perpetual  motion  machine, 
one  to  do  work  at  no  expense.     Such  a  machine  is  impossible,  there- 
fore the  two  diaphragms  cannot  have  the  difference  assumed  for  them. 
Therefore  the  maximum  osmotic  pressure   must  be   the   same  for 
all  perfect  membranes.      This  is  entirely  conclusive,  being  just  as 
certain  as  the  premise  that  a  perpetual  motion  machine  is  impos- 
sible, but  like  so  much  thermodynamic  reasoning  it  leaves  us  exactly 
where  we  started  without  adding  one  iota  to  the  actual  sum  of  our 
knowledge. 

As  a  matter  of  fact  we  seldom  have  to  do  with  conditions  wherein 
even  approximately  maximum  osmotic  pressures  become  exident,  but 
we  have  to  do  constantly,  whether  we  will  or  not,  with  what  we 
may  call  traces  of  osmotic  pressures,  for  the  majority  of  our  life  proc- 
esses are  secretions  by  glands,  and  through  membranes  which  {per- 
mit the  passage  of  this  and  hinder  the  passage  of  that.  Unless  the 
countless  membranes  in  our  bodies  have  their  appropriate  per- 
meabilities, sickness  and  death  ensue.  Hence  the  majority  are  not 
satisfied  to  let  the  matter  rest  with  a  thermodynamic  demonstration 
that  the  nature  of  the  membrane  makes  no  difference  but  will  con- 
tinue e.xperimental  investigations  in  the  hope  to  find  a  cure  for  indi- 
gestion, rheumatism,  and  allied  complaints. 
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Capillary  Structure.  The  earliest  publications  on  osmosis  con- 
sidered the  membranes  as  capillary  structures,  and  many  were  the 
eflForts  to  account  for  the  endosmotic  and  exosmotic  currents  on  the 
basis  of  the  behavior  of  liquids  in  capillary  tubes.  One  liquid  ad- 
hering closely  to  the  inner  walls  constituted  a  Uquid  tube  moving  in 
one  direction  while  an  interior  core  of  the  other  moved  in  the  opposite 
direction.  These  suggestions  are  not  satisfactory  as  a  statement  of 
the  cause  of  the  observed  eflfects. 

Sieve  Effect.  Then  it  was  thought  these  capillary  structures  acted 
like  sieves,  permitting  the  passage  of  molecules  of  solvent  because 
they  were  smaller  than  the  holes,  and  preventing  the  passage  of 
solute  because  its  molecules  were  larger  than  the  holes.  It  has  been 
brought  forward  against  this  theory  that  membranes  are  known 
which  permit  the  passage  of  the  large  molecules  of  various  alkaloids 
while  holding  back  the  smaller  molecules  of  amido  acids.  It  is  here 
silently  assumed  that  the  size  of  the  formula  we  write  for  a  substance 
is  a  measure  of  the  size  of  the  individual  molecule.  This  is  rather 
hypothetical.  The  argimient  might  be  met  on  its  own  ground  by  the 
assumption  that  a  very  long  carbon  chain  might  worm  its  way  through 
a  hole  so  small  a  benzene  ring  could  not  enter.* 

Membranes  as  Solvents.  Experiments  of  extraordinary  inter- 
est were  carried  out  by  Lhermite.f  In  a  test  tube  he  put  some  water, 
above  this  a  thin  layer  of  castor  oil,  above  this  a  layer  of  alcohol.  In 
the  course  of  a  day  or  two  the  alcohol  had  passed  through  the  oil  to 
the  water  and  there  were  but  two  layers  in  the  tube,  the  solution  of 
alcohol  in  water  and  the  oil  above  it.  He  substituted  turpentine 
for  the  oil  with  the  same  result.  He  separated  a  layer  of  chloroform 
from  a  layer  of  ethyl  ether  by  a  layer  of  water  and  the  ether  passed 
through  to  the  chloroform.  He  tried  eight  different  combinations. 
Of  particular  interest,  as  foreshadowing  our  present  devices,  is  the  fol- 
lowing experiment  of  his:  He  put  alcohol  in  a  porous  cup,  immersed 
it  in  water  and  observed  that  the  water  passed  in  to  the  alcohol. 
He  next  filled  the  pores  of  the  cup  with  castor  oil,  filled  the  cup  with 
alcohol  and  immersed  it  in  water  as  before.    With  this  modification 

*  The  writer  in  conjunction  with  F.  E.  Bartell  has  estimated  the  size  of  the 
capillary  holes  in  the  coarsest-grained  porcelain  with  which  small,  but  definite 
osmotic  pressures  may  be  obtained,  and  finds  the  diameters  of  these  holes  in 
the  neighborhood  of  one  thousand  times  the  probable  diameters  of  molecules.  For 
details,  see  Jottr.  Am.  Chem.  Soc.y  31,  1194-1199  (1909). 

t  Ann,  de  Ckim.  et  de  Pkys.  (3)  43,  420-431  (1855). 
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the  alcohol  passed  outward  to  the  water.  As  a  result  of  these  ex- 
periments he  stated  that  substances  which  pass  through  membranes 
first  dissolve  in  them.  Many  investigators  at  present  entertain  the 
opinion  that  membranes  with  which  osmotic  phenomena  may  be  im>- 
duced  must  be  able  to  dissolve  the  substance  which  passes  through 
That  this  is  not  essential  is  proved  by  the  fact  that  small  excess 
pressures  may  be  obtained  with  a  cracked  test  tube  for  a  membrane. 

It  is  possible  to  look  upon  a  liquid,  or  solution,  as  a  capillary  struc- 
ture, for  there  must  be  space  between  the  molecules  else  it  would  be 
continuous,  infinitely  divisible,  and  we  should  have  to  abandon  our 
molecular  theory. 

Very  much  more  might,  and  possibly  should,  be  said  in  connection 
with  this  interesting  topic  of  osmotic  pressures,  but  q>ace  will  not 
permit.  We  must  conclude  with  the  statement  that,  while  we  know 
many  interesting  facts,  we  have  not  at  present  an  entirely  satisfac- 
tory theory  to  account  for  the  phenomena  nor  even  for  the  way  the 
membrane  acts.* 

Abnormal  Osmotic  Pressures.  Many  substances  in  water  solu- 
tion show  greater  osmotic  pressures  than  we  should  e^q^ecL  By 
means  of  plant  cells  or  any  other  method  of  direct  comparison,  we 
may  prepare  isotonic  solutions  of  sugar  and  of  potassium  chloride. 
If  we  determine  the  concentrations  of  the  dissolved  substances  in 
these  solutions  in  terms  of  molecular  weights  in  grams  per  liter,  we 
shall  find  that  the  concentration  of  the  sugar  solution  is  ahnost 
double  that  of  the  potassium  chloride  solution. 

The  Isotonic  Coefficient.  Van't  Hoff  observed  this  variatira 
and  expressed  it  in  terms  of  what  he  called  the  isotonic  coefficient, 
which  he  denoted  by  i.  This  i  represents  the  ratio  between  the 
observed  "  abnormal  "  maximum  osmotic  pressure  of  one  solution 
and  the  maximum  osmotic  pressure  of  an  equimolecular  solution 
which  gives  "  normal  "  osmotic  pressures.  For  instance,  if  we  have 
equimolecular  solutions  of  calcium  chloride  and  of  sugar,  the  maxi- 
mum osmotic  pressure  found  for  the  calcium  chloride  solution  divided 
by  the  maximum  osmotic  pressure  found  for  the  sugar  solution  gives 

*  The  literature  of  the  subject  is  extensive.  The  reader  is  referred  for  additioiisl 
informatioD  to  ''Osmotischc  Druck  und  lonenlehre  in  den  Medidnischen  Wi»- 
senschaften,"  by  H.  J.  Hamburger,  3  volumes.  Vol.  I,  539  pp.  (190a);  Vd.  II, 
516  pp.  (1904);  and  Vol.  III.  508  pp.  (1904).  " Ph>'sikalische  Chemie  der  Zdle 
und  der  Gewebe,"  by  R.  Hdber,  344  pp.  (1902).  **Du  R61e  Chimique  de  U 
Membrane  dans  les  Ph6nomtees  Osmotique/'  by  G.  Flusin  (1907).  These 
contain  many  references. 
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US  the  value  i,  the  isotonic  coefficient.  When  the  solutions  are  dilute, 
let  us  say  one-thousandth  normal,  calcium  chloride  gives  about  three 
times  as  large  an  osmotic  pressure  as  an  equimolecular  solution  of 
sugar,  and  thus  the  isotonic  coefficient  is  nearly  three. 

The  Behavior  of  Potassium  Ferrocyanide  Bubbles.  Suppose 
that  we  prepare  normal  solutions  of  copper  sulphate  and  potassiiun 
ferrocyanide.  The  molecular  weight  of  copper  sulphate  is  159.6, 
that  of  potassium  ferrocyanide  is  368.6.  Disregarding  the  change 
in  volume  which  occurs  upon  solution,  for  this  change  is  smaU,  a 
liter  of  the  potassium  ferrocyanide  solution  weighs  209  grams  more 
than  a  liter  of  the  copper  sulphate  solution,  and  therefore  is  spe- 
cifically heavier.  In  the  experiment  described  earlier  in  this  chap- 
ter, the  potassiimi  ferrocyanide  bubble  sinks  in  the  copper  sulphate 
solution. 

These  solutions  being  equimolecular  should  be  isotonic,  but  they 
are  not.  Water  passes  from  the  copper  sulphate  solution  through 
the  membrane  increasing  the  internal  volume,  diminishing  the  con- 
centration, diminishing  the  specific  gravity,  until  the  potassiimi  ferro- 
cyanide bubble  rises. 

Water  solutions  of  all  adds,  bases  and  salts  were  found  to  give 
abnormal,  too  great,  osmotic  pressures  and  apparently  could  not  be 
included  in  van't  HoflF's  generalization. 

Electrolytic  Dissociation  Theory.  In  1887  S.  Arrhenius 
(1859-  )  published  his  theory  of  electrolytic  dissociation  of  dis- 
solved substances,  based  on  facts  of  electrochemistry,  and  as  a  plaus- 
ible explanation  of  these  osmotic  phenomena,  just  before  van't  HoflF 
arrived  at  the  same  conclusions.* 

Apparently  too  many  Molecules.  These  abnormal  osmotic  pres- 
sures are  exceptional,  all  of  them,  in  the  sense  that  with  a  given 
volume  and  temperature  the  pressures  are  too  great.  If  Avogadro's 
theory  be  applied,  we  have,  apparently,  too  many  molecules.  Of 
course  we  might  say  that  Avogadro's  theory  does  not  apply,  but  for 
many  cogent  reasons  we  choose  to  consider  that  it  does,  and  that  we 
have  too  many  molecules. 

Deviations  Reach  a  Maximum  upon  Dilution.  In  dilute 
solutions  the  exceptions  are  more  marked  than  in  concentrated  solu- 
tions, and  by  increasing  the  dilution  we  are  able  to  reach  a  condition 
where  a  dissolved  substance  shows  a  behavior  characteristic  of  the 
presence  of  almost  twice  as  many,  or  almost  three,  or  some  other 

•  Zeitschr.f.  phys.  Chem,,  1,  631-648  (1887). 
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small  whole  number  of  times  as  many  molecules  as  we  calculate  to 
be  present.  When  this  value  has  been  reached,  further  dilution  docs 
not  continue  to  increase  the  effect.    It  has  reached  a  maxiinum. 

Analogy  with  Gaseous  Dissociation*  All  of  this  is  striking^ 
analogous  to  the  phenomena  which  we  discussed  under  the  title  of 
"  abnormal  vapor  densities."  We  found  these  "  abnoimalities  "  were 
due  to  dissociation  of  the  gaseous  molecules. 

Dissociation  into  Ions.  In  the  same  way,  we  are  able  to  account 
plausibly  for  these  abnormal  osmotic  pressure  results  by  aissimiing 
that  those  substances  which  show  them,  on  going  into  solution,  disso- 
ciate more  or  less  completely  into  two  or  more  parts.  Following  the 
terminolog>'  introduced  by  Faraday  we  call  these  parts  ions. 

Electroljrtes.  Substances  giving  normal  osmotic  pressures  do  not 
conduct  electricity  in  water  solution,  while  substances  giving  abnormal 
osmotic  pressures  do.  These  latter  are  called  electrolytes  and  indude 
acids,  bases  and  salts. 

The  facts  of  electrochemistry  are  needed  to  enable  us  to  decide  where 
the  break,  or  breaks,  occur  when  a  molecule  dissociates.  We  assume 
the  parts  are  electrically  charged  and  that  each  molecule  gives  one  or 
more  ions  charged  plus,  called  cations,  and  one  or  more  charged  minus, 
called  anions.  The  sum  of  the  plus  charges  on  the  cations  resulting 
from  the  dissociation  of  one  molecule  must  equal  the  sum  of  the 
minus  charges  on  the  anions  from  the  same  molecule. 

Wo  have  learned  that  the  cations  must  be  considered  as  comprising 
hydrogen  and  the  metals  and  the  anions  as  comprising  the  hydroxy! 
grouj)  and  the  acid  radicals. 

Number  of  Charges.  These  ions  have  capacities  for  chemical 
combination,  that  is  valence,  and  to  each  unit  capacity  for  chemical 
combination  there  corresponds  the  definite  quantity,  96  500  coulombs 
of  electricity  (see  Chapter  XXVIII).  We  therefore  call  this  "  unit 
quantity  of  electricity ''  and  say  that  every  univalent  ion  (by 
which  we  mean  a  gram  formula  weight  of  it)  is  charged  with  unit 
quantity  of  electricity;  a  bivalent  ion  ^s-ith  two  unit  quantities  of 
electricity,  and  so  on. 

Electrons.  If  we  choose  to  adopt  the  granular,  or  atomic,  theoiy 
of  electricity,  instead  of  the  older  conventions  of  plus  and  minus,  we 
may  consider  a  univalent  anion  as  whatever  its  formula  stands  for 
plus  one  electron,  a  bivalent  anion  as  plus  two  electrons  and  so  on. 
We  must  then  consider  a  univalent  cation  as  whatever  its  formula 
stands  for  minus  an  electron,  etc. 
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Indicating  Ions.  We  indicate  that  a  substance  is  present  as  a 
cation  by  adding  a*  dot  for  each  unit  charge,  or  valence,  or  electron,  at 
the  upper  right-hand  comer  of  the  symbol  as  follows:  K*,  Ca",  Al*", 
and  that  it  is  present  as  an  anion  by  adding  an  apostrophe  for  each 
charge,  or  valence,  or  electron,  in  the  same  position.  For  example, 
Cr,  SO4",  PO4'". 

Similarity  between  Ions  and  Molecules.  These  ions  seem  to 
have  the  value  and  properties  of  molecules  in  solution.  We  consider 
them  as  leading  independent  existences  except  that  they  must  attract 
each  other  owing  to  their  heavy  opposite  charges.  In  any  solution, 
for  every  unit  of  positive  electricity  there  must  be  a  imit  of  negative 
electricity,  and  we  cannot  remove  plus  charges  from  cations  without 
simultaneously  removing  the  same  nmnber  of  minus  charges  from 
anions. 

Ions  resemble  molecules  more  than  atoms,  but  cannot  be  supposed 
to  be  identical  with  either  be'cause  of  the  electrical  charges.  It 
would,  of  course,  be  absurd  to  think  of  a  metal  such  as  sodiiun  exist- 
ing in  contact  with  water,  for  we  know  well  that  this  substance  de- 
composes water  vigorously  with  the  evolution  of  hydrogen.  But  an 
atom  of  sodium  carrying  a  unit  of  positive  electricity  is  something 
wholly  diflferent  from  the  metal  itself.  The  addition  of  this  elec- 
tricity changes  its  properties  fundamentally,  and  it  is  justifiable  to 
consider  sodium  ions  in  solution  as  an  allotropic  modification  of 
the  element.  The  differences  in  properties  of  metallic  sodium  and 
sodium  ions  are  not  greater  than  the  differences  between  the  allo- 
tropic modifications  of  phosphorus  or  carbon. 

Ionized  substances  should  be  considered  as  definite  forms  of  mat- 
ter. We  therefore  speak  of  hydrogen  ion  or  sodium  ion,  of  sulphate 
ion  or  chloride  ion,  as  we  speak  of  any  substance,  different  from 
other  substances,  with  properties  of  its  own. 

Explanation  of  Abnormal  Osmotic  Pressure.  The  explanation 
of  abnormal  osmotic  pressures  by  means  of  the  electrolytic  dissocia- 
tion theory  is  immediate  and  logical.  The  molecules  of  potassium 
chloride  for  example  are  supposed  to  dissociate  to  a  considerable  ex- 
tent into  the  cation  K'  and  the  anion  CI'  in  concentrated  solutions. 
As  we  dilute,  this  dissociation  increases  until  it  is  practically  complete 

in  solution.    Each  ion  having  the  properties  of  an  independent 

molecule  we  obtain  an  osmotic  pressure  more  and  more  abnormal  as 
we  dilute  until  at  last,  with  complete  dissociation,  we  obtain  a  maxi- 
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mum  osmotic  pressure  which  is  twice  what  it  would  be  were  there  no 

dissociation.    Thus KCl  completely  dissociated  is  isotonic  with 

looo  ' 

ft 
—  sugar,  which  does  not  dissociate.    Caldum  chloride  dissociates 

500 

according  to  the  scheme,  CaCU  =  Ca"  +  2  CI',  and  so  one  molecule 

gives  three  ions,  each  having  as  much  osmotic  effect  as  a  molecule. 

It  ** 

Thus,  CaCk,  if  completely  dissociated,  is  isotonic  with 


1000  333-3 

sugar. 

Application  to  the  Potassitim  Fenocyanide  Bubble.     Copper 

sulphate  gives  us  the  two  ions  Cu '  and  SO/'.    Then  — 52i_    qj.  y^g 

2 

is  what  we  might  call  the  average  molecular  weight  of  the  substance 

in  dilute  solution.    Potassium  ferrocyanide  givte  us  five  ions,  four  K' 

and  one  Fe(CN)6"".    Then  - — '—  or  73.7  is  what  we  might  call  the 

average  molecular  weight  of  this  substance  in  dilute  solution. 

Then  solutions  containing  79.8  grams  of  completely  dissociated 
copper  sulphate  and  73.7  grams  of  completely  dissociated  f>otassium 
ferrocyanide  should  be  isotonic.    Disregarding  the  small  change  of 
volume  upon  solution  we  see  from  these  figures  that  a  liter  of  the 
potassium  ferrocyanide  solution  containing  73.7  grams  must  be  6.1 
grams  lighter  than  a  liter  of  copper  sulphate  solution  containing 
79.8  grams,  and  therefore  the  potassium  ferrocyanide  must  rise.     The 
solvent  does  pass  through  the  membrane  into  the  potassium  ferro- 
cyanide solution  until  the  latter  becomes  specifically  lighter  and  rises. 
This  is  striking  experimental  evidence  of  the  high  degree  of  prob- 
ability of  our  reasoning.    Abnormal  osmotic  pressures  are  but  one 
group  of  many  and  widely  different  phenomena  which  we  can  explain 
by  means  of  the  dissociation  theory,  and  for  which  we  have  no  other 
so  satisfactory  an  explanation. 

The  theory  of  electrolytic  dissociation  has  furnished  a  logical  ex- 
planation for  many  facts  throughout  all  branches  of  chemistry,  which, 
before  its  advent,  were  i^-ithout  plausible  explanation.  It  has  pro\*ed 
its  usefulness  as  a  premise  from  which  new  facts  have  been  deduced 
and  it  has  been  a  reliable  guide  for  research  in  many  cases.  Therefore 
it  must  be  considered  as  on  a  par  with  the  atomic  and  molecular 
theories.  Perhaps  all  three  theories  are  correct  statements  of  facts  if 
we  only  knew  it;  perhaps  they  are  all  wrong.    We  do  not  know  be- 
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cause  they  are  all  theories.  It  is  difficult  to  understand  how  anyone 
can  accept  and  use  one  or  two  of  these  theories  and  reject  or  refuse 
to  use  the  other  or  others.    Yet  such  individuals  may  be  found. 

It  is  not  necessary  to  say  more  r^arding  the  theory  at  present  for 
two  reasons:  first,  it  is  doubtless  familiar  from  previous  study,  and 
second,  it  will  be  used  time  and  time  again  in  the  rest  of  this  book 
as  the  most  plausible  explanation  of  facts,  in  the  same  way  as  the 
atomic  and  molecular  theories. 


CHAPTER  XVn 
Solutions — n 

ROTATION  OF  THE  PLANE  OF  POLARIZED  LIGHT 

In  Chapter  XV  we  disciissed  at  some  length  what  we  mean  by 
plane  polarized  light,  described  the  nicol  prism  and  simple  pokn- 
scope,  and  remarked  that  the  most  important  applications  of  the 
latter,  from  the  point  of  view  of  the  chemist,  is  in  the  study  of  soId- 
tions.    We  shall  now  consider  some  ol  these  applications. 

Polariscope.  A  polariscope  for  use  with  solutions  consists  of  a 
polarizing  nicol  and  an  analyzing  nicol  far  enough  apart  to  permit  us 
to  insert  tubes  containing  the  solutions.  These  tubes  are  either  lo  cm. 
or  20  cm.  long,  and  about  i  cm.'in  internal  diameter.  The  ends  aie 
carefully  ground  so  that  when  they  are  closed  by  plate  glass  disks  hdd 
on  by  screw  caps,  these  disks  are  parallel  to  each  other.  The  whok 
tube  fits  in  a  metallic  trough  and  light  from  the  polarizer  must  thn 
pass  through  the  solution  the  length  of  the  tube  before  reaching  the 
analyzer.    A  metallic  cover  excludes  light  from  the  sides. 

Some  pure  liquids  and  many  solutions  possess  the  power  of  rotating 
the  plane  in  which  polarized  light  is  vibrating.  If  a  tube  filled  with 
such  a  substance  or  solution  be  placed  between  the  pK>larizer  and 
analyzer,  the  analyzer  must  be  turned  through  an  angle  in  order  that 
the  polarized  light  whose  plane  has  been  rotated  by  the  substance 
shall  pass  through  undiminished;  and  it  is  e\ident  that  the  angle 
through  which  the  analyzer  must  be  turned  is  a  measure  of  the  angle 
through  which  the  plane  of  polarized  light  has  been  rotated  by  the 
substance.  The  analyzer  is  mounted  in  the  center  of  a  graduated 
metallic  disk.  The  angle  through  which  the  disk  is  revolved  is  read 
by  means  of  a  vernier  and  lens  fi.xed  on  the  instrument. 

Rotary  Dispersion.  Light  of  different  wave  lengths  is  rotated 
to  different  degrees  producing  the  phenomenon  known  as  rotary  dis- 
persion. To  obN-iate  the  difficulties  arising  from  this  effect  we  use 
homogeneous  light,  light  of  a  definite  wave  length,  generally  that  of 
a  sodium  lamp,  although  particular  lines  of  the  spectra  of  certain 

elements  are  sometimes  used. 

226 


ROTATION  OF  THE  PLANE  OF  POLARIZED  LIGHT        227 

Half-shadow  Device.  Looking  through  the  instrument  at  the 
field  of  light,  it  is  hard  to  determine  in  just  what  position  it  is  brightest, 
and  equally  hard  to  determine  in  just  what  position  we  have  total 
darkness.  To  obviate  this  diflSculty  we  employ  what  is  known  as 
the  half-shadow  apparatus.  Within  the  instrument,  just  behind  the 
polarizer,  is  set  a  plate  of  quartz  covering  half  the  field  of  hght. 
Quartz  rotates  the  plane  of  polarized  light,  and  thus  we  have,  start- 
ing through  the  instnmient,  a  field  of  polarized  light,  one-half  of 
which  is  vibrating  in  a  plane  at  a  slight  angle  to  that  in  which  the 
other  half  is  vibrating.    In  Fig.  27,  diagram  a,  the  shading  may  be 


taken  as  representing  the  two  planes  in  which  the  polarized  light 
starts  through  the  instrument. 

Now  if  the  analyzer,  considered  as  a  screen,  is  parallel  to  the  vibra- 
tions in  one-half  of  the  field,  this  half  will  appear  bright,  while  the 
other  half  will  appear  somewhat  darker  as  shown  in  diagram  h.  If 
the  analyzer  be  parallel  to  the  vibrations  in  the  other  half,  that  will 
appear  bright,  and  the  first  somewhat  darker,  as  shown  in  diagram  c. 
The  only  conditions  under  which  the  field  will  appear  uniform  is 
when  the  screening  effect  of  the  analyzer  bisects  the  angle  made  by  the 
two  planes  of  vibration,  as  shown  in  diagram  d.  While  it  is  difficult 
to  determine  maximum  light  or  maximum  darkness,  it  is  not  hard  to 
match  intensities  of  light  in  fields  immediately  bounding  each  other, 
and  this  ingenious  device  enables  us  to  set  the  analyzer  accurately. 

In  some  polariscopes,  instead  of  a  plate  covering  half  the  field,  a 
strip  of  quartz  is  inserted  covering  a  band  through  the  center.  The 
principle  is  exactly  the  same,  but  in  the  judgment  of  many  it  is 
easier  to  match  light  intensities  with  this  arrangement  than  with  the 
other.    The  effect  is  adequately  demonstrated  in  diagram  e. 

Using  a  polariscope,  we  first  find  the  zero  point,  reading  off  the 
position  on  the  graduated  circle  by  means  of  the  vernier  and  lens. 
We  then  insert  the  substance,  rotate  the  analyzer  until  the  fields  once 
more  match,  and  again  read  the  angle.  The  difference  in  these  two 
readings  is  the  angle  through  which  the  plane  has  been  rotated  by 
the  substance. 
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Solutions  which  Rotate  the  Plane.    Sugar,  tartaric  add  and  a 

large  number  of  other  substances  in  solution  in  water,  and  also  in 
other  solvents,  rotate  the  plane  of  polarized  light.  We  call  them 
optically  active.  Almost  all  substances  with  this  property  are  com- 
pounds containing  carbon,  but  recently  other  compounds  have  been 
found  possessing  this  same  ability. 

Rotating  Power  is  a  Constitutive  Property.  For  any  one  sub- 
stance the  power  of  rotating  the  plane  of  polarized  light  is  addi- 
tive, for  if  we  double  the  thickness  of  the  layer  between  the  two 
nicols,  we  double  the  angle  through  which  the  plane  is  rotated. 
But  comparing  different  substances,  we  find  it  to  be  strictly  a  con- 
stitutive property,  practically  always  coinddent  with  the  presence 
of  a  particular  hypothetical  grouping  about  one  or  more  carbon 
atoms. 

Effect  of  Temperature.  An  increase  in  temperature  increases 
the  rotation,  and  therefore  wx  must  hold  the  temperature  constant 
during  our  obser\ations,  and  since  we  have  not  as  yet  discovered 
any  law  formulating  the  connection  between  the  change  in  rotation 
and  the  change  in  temperature,  we  adopt  a  standard  temperature 
and  measure  substances  at  20^.  Good  polariscopes  are  pro\ided 
with  jacketed  tubes  similar  to  Liebig  condensers,  by  means  of  which 
the  liquids  under  investigation  may  be  surrounded  by  water  and  so 
brought  to,  and  held  at,  the  desired  temperature. 

Specific  Rotation  of  Pure  Liquids.  Before  comparisons  can  be 
instituted,  units  of  measurement  must  be  established.  The  specific 
rotation  (an  inappropriate  term)  of  a  pure  liquid,  denoted  by  [a],  is 

-1  where  a  is  the  obser\'ed  angle  through  which  the  analyzer  was 
La 

rotated,  L  is  the  length  of  the  tube  (thickness  of  the  layer)  in  deci- 
meters, and  d  is  the  density  (specific  gravity)  of  the  liquid. 

Specific  Rotation  of  Solutions.  We  have  adopted  a  somewhat 
different  convention  to  express  the  siK'cific  rotation  of  solutions. 
Instead  of  the  density,  </,  we  insert  the  concentration,  c,  of  the 
solute  in  any  convenient  units.  As  the  values  are  usually  small 
it  is  i>art  of  the  convention  to  multiply  the  whole  by  100.      And 

so  we  have  the  formula  for  specific  rotation  of  solutions,  [a]  =  -      °?' 

Moreover,  as  the  rotating  ix)wer  differs  with  light  of  different 
wave  lengths,  the  light  to  which  the  value  is  referred  is  also  indicated 
in  the  formulation.    If  a  sodium  lamp  be  the  source  of  light,  this  cor- 
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responds  to  Frauenhofer's  D  line,  and  this  is  indicated  by  D  at  the 
lower  right-hand  comer  of  the  symbol  for  specific  rotation.  In  order 
to  give  full  information  as  to  the  conditions  under  which  the  meas- 
urement is  made,  we  add  also  the  temperature,  putting  it  at  the 
upp)er  right-hand  comer  of  the  symbol,  and  thus  get  the  expression 
r  -i^v*  •    100  a 

Molecular  Rotation*  We  have,  in  so  many  instances,  discovered 
remarkable  and  valuable  generalizations  by  merely  converting  the 
usual  physical  or  metric  units  of  expression  into  chemical  units, 
calculating  the  quantity  of  the  property  pertaining  to  a  molecular 
weight  quantity  in  grams,  that  this  has  been  tried  for  the  property  of 
rotating  the  plane  of  polarized  light  also. 

Molecular  rotation,  as  the  name  implies,  is  merely  specific  rotation 
multiplied  by  the  molecular  weight.  It  is  commonly  indicated  by 
[m],  and  inasmuch  as  these  values  are  usually  large,  it  is  customary  to 
divide  by  100  and  thus  we  get  the  formula  for  molecular  rotation  of 

pure  liquids,  Mg*  =  ^^jj' 

Dextro-  and  Levogyratoiy.  Substances  which  rotate  the  plane 
in  such  a  direction  as  to  cause  us  to  revolve  the  analyzing  nicol 
in  the  same  sense  as  the  hands  of  a  watch  we  call  dextrorotary,  or 
gyratory,  and  indicate  this  by  the  letter  rf,  or  by  the  sign  -f-.  Sub- 
stances which  cause  us  to  rotate  the  analyzer  in  a  direction  opposed 
to  that  in  which  the  hands  of  a  watch  move  we  call  laevorotary,  or 
gyratory,  and  we  indicate  this  by  the  letter  /,  or  by  the  sign  — . 

We  have  leamed  from  experience  that  one  and  the  same  substance 
in  different  solvents  has  different  rotary  powers,  but  we  have  no  ex- 
planation for  this  as  yet. 

Multirotation  or  Birotation.  Freshly  made  solutions  of  some 
substances,  for  instance  ^arabinose,  ^xylose,  d-  and  /-glucose,  show 
definite  rotating  powers.  But  this  rotation  then  alters  continuously, 
in  some  cases  growing  larger,  in  others  smaller,  imtil  it  reaches  a  final 
value,  usually  after  several  hours.  As  we  may  thus  read  off  a  large 
number  of  values,  the  phenomenon  is  called  multirotation. 

As  the  initial  rotation  of  a  fresh  solution  of  grape  sugar  is  just 
double  the  final  value,  we  sometimes  call  it  birotation.  We  think 
the  phenomenon  is  due  to  the  existence  of  metastable  forms  which 
gradually  change  over  to  stable  forms.  The  change  is  hastened  by 
the  presence  of  some  catalytic  agents. 
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Applications  of  the  Polariscope.  We  depend  on  the  polariscope 
almost  entirely  to  identify  and  determine  the  purity  or  quantity  of 
certain  drugs.  For  instance,  atropine  and  hyoscyamine  are  metamos 
with  different  physiological  actions.  The  easiest  way  to  determise 
the  purity  and  quantity  of  atropine  in  a  solution  is  by  means  of  the 
polariscope. 

Sugar  Analysis.  Polariscopes  are  in  constant  use  to  detennine 
sugar  quantitatively.  This  process  is  carried  out  so  much  that  it 
has  been  reduced  to  a  very  simple  routine,  which  is  about  as  follows: 

Weigh  out  26  grams  of  the  impure  sugar  and  dissolve  in  enough 
water  to  make  100  cm^  of  solution.  This  solution  is  probably  douch' 
and  dirty,  containing  suspended  particles.  Clear  it  by  adding  a  Uttlc 
lead  acetate  or  aluminium  hydroxide,  which  causes  these  putrtides  to 
collect  and  settle.  Filter  the  solution  and  add  distilled  water  until 
the  volume  is  exactly  100  cm'  once  more.  Put  this  into  a  tube 
exactly  20  cm.  long,  bring  it  to  predsely  20°,  and  put  it  in  a  polari- 
scope. Measure  the  angle  through  which  the  analyzer  must  be 
turned  in  order  that  the  fields  shall  match.  Refer  to  tables,  which 
appear  in  ever>'  book  on  sugar  analysis,  gi\dng  the  percentages  of 
sugar  corresponding  to  any  angle  which  may  be  read. 

Saccharimeters.  Some  polariscopes  intended  exclusively  for  use 
in  sugar  factories,  or  the  custom  house,  are  graduated,  not  in  degrees 
and  minutes,  but  in  per  cents  of  sugar,  calculated  on  the  assumption 
that  these  directions  are  carried  out  exactly.  Such  instruments  are 
known  as  saccharimeters. 

Wedge  Instruments.  We  have  instruments  in  which  the  analyz- 
ing nicol  is  not  rotated,  but  compensation  is  produced  by  the  in- 

W 
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Fig.  28. 

sertion  of  a  quartz  wedge.  This  arrangement  was  invented  by 
Soleil,  in  1848.  A  plate  of  quartz  1  mm.  thick,  cut  perpendicularly  to 
its  optical  axis  rotates  the  plane  of  polarized  sodium  light  i:  21.72° 
at  20°. 

In  the  wedge  instrument  there  comes  first  the  polarizing  nicol,  P 
in  Fig.  28,  next  the  half  shadow,  or  band-producing  quartz  plate,  /7, 
next  the  tube,  T,  containing  the  substance  to  be  measured,  next  a 
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plate  of  left-rotating  quartz,  Q,  next  two  wedges  of  right-rotating 
quartz,  Wy  with  their  inclined  surfaces  close  to  each  other  but  not 
touching.  The  larger  wedge  is  carried  by  a  micrometer  screw  and 
may  be  pushed  in  or  pulled  out.  This  double  wedge  thus  provides 
that  the  surface  at  which  the  light  enters  is  always  parallel  to  the 
surface  at  which  it  emerges,  and  yet  the  thickness  of  quartz  through 
which  it  must  pass  may  be  altered  at  will.  After  this  comes  the 
analyzing  nicol.  Ay  fixed  in  position.  When  the  thickness  of  the 
combined  wedges  is  equal  to  the  thickness  of  the  quartz  plate,  Q, 
these  just  compensate  each  other  since  they  rotate  the  plane  in  op- 
posite directions. 

Suppose  that  in  T  we  put  a  substance  which  rotates  the  plane  to 
the  left,  then  the  right-rotating  wedge  must  be  pushed  in  further  to 
compensate  for  this.  If  we  put  some  right-rotating  substance  in  T, 
then  this  wedge  must  be  pulled  out.  It  is  easy  to  see  how  the  distance 
through  which  the  wedge  must  be  moved,  to  compensate  for  the 
presence  of  the  substance  in  T,  may  be  utilized  to  determine  the 
angle  through  which  the  substance  has  rotated  the  plane  of  polarized 
light. 

Use  of  White  Light.  As  a  rule  white  light  cannot  be  used  with 
polariscopes  because  of  rotary  dispersion.  But  rotary  dispersion  pro- 
duced by  left-rotating  quartz  is  rectified  by  right  rotating  quartz.  It 
also  so  happens  that  the  rotary  dispersion  produced  by  sugar  solu- 
tions is  the  same  as  that  produced  by  quartz.  Therefore  white  light 
may  be  used  with  this  wedge  instrument  in  sugar  analysis.  It  does 
not  follow  that  other  substances  than  sugar  can  be  investigated  with 
white  light. 

In  General  Concerning  Optical  Activity.  The  fact  that  some 
substances  are  optically  active,  and  rotate  the  plane  of  polarized 
light,  was  discovered  by  J.  B.  Biot  (1774-1862),  but  the  chemical 
significance  of  this  fact  was  first  brought  out  by  L.  Pasteur  (1822- 
1895).  In  1848  he  found  that  one  substance,  tartaric  add,  could 
exist  in  three  varieties,  as  dextro,  or  right  rotating,  as  laevo,  or  left 
rotating,  and  as  racemic  or  optically  inactive. 

Optical  Symmetry.  He  found  that  the  racemic  variety  could  be 
separated  into  two  optically  active  parts,  one  dextro,  and  the  other 
laevorotary,  and  that  the  laevo  substance  rotated  the  plane  the  same 
angle  to  the  left  as  the  dextro  variety  rotated  it  to  the  right.  This 
has  been  found  to  be  true  of  all  substances  separable  into  two  opti- 
cally active  varieties  and  is  called  optical  symmetry. 
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Methods  to  Separate  flie  two  Opticalljr  Active  Varieties. 
Pasteur  discovered  and  applied  all  the  methods  which  we  know  e\-eD 
to  this  day  for  separating  a  substance  into  its  <^tical  isomers,  as  they 
are  often  called.    Ks  methods  are  four  in  number,  as  follows: 

By  Selecting  Crystals.  Substances  which  are  optically  active  and 
which  cn-stallize  well  are  found  in  what  are  known  as  enantiomor- 
phous  forms;  i.^.,  showing  some  unsymmetrical  crystal  surfaces  which 
make  the  two  cn-stals  appear  as  mirror  images  of  each  other.  This 
particular  lack  of  sNinmetry  is  known  in  crystallography  as  tetarto- 
hedr>'.  Little  surfaces  appear,  on  a  hexagonal  prism,  in  a  successioo 
of  positions  which  remind  one  of  the  threads  on  a  right-handed 
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screw.  Search  will  enable  us  to  find  exactly  similar  crystals,  onlv 
with  these  little  faces  arranged  in  a  way  reminding  us  of  the  threads 
on  a  left-handed  screw.  These  crj'stals  cannot  be  placed  in  such 
a  way  as  exactly  to  cover  each  other;  one  is  to  the  other  as  an 
o])ject  is  to  its  mirror  image,  or  as  a  right-hand  glove  is  to  a  left- 
hand  glove.  Enantiomorphous  crj'stals  of  quartz  are  sketched  in 
Fig.  29. 

We  may  pick  out  a  number  of  ''  right-handed  "  crystab  and  a 
number  of  '*  left-handed ''  crj'stals  of  tartaric  acid.  Making  solu- 
tions of  these  we  shall  find  that  one  solution  is  dextrorotary  and  the 
other  la?vorotar>'. 

By  the  Formation  of  Derivatives.  Derivatives  of  (^tically 
active  substances  with  optically  inactive  substances  are  also  active, 
and  their  properties  agree  with  those  of  the  original  substances. 
But  derivatives  with  another  optically  active  substance  frequently 
have  different  properties,  for  instance,  different  solubilities.    Sodium 
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hydroxide  is  not  optically  active,  and  sodium  salts  of  tartaric  add 
agree  in  their  optical  and  other  prop)erties  with  the  adds  from  which 
they  were  formed.  But  cinchonine,  an  optically  active  alkaloid, 
having  the  empirical  formula  Ci»H22N20,  and  having  basic  properties, 
may  be  used,  and  the  derivatives  of  right-rotating  tartaric  add  with 
this  base  have  a  different  solubility  from  the  derivatives  of  left-rotat- 
ing tartaric  add  with  this  same  base. 

If  we  add  dnchonine  to  a  boiling  solution  of  racemic  tartaric  add, 
the  dnchonine  salt  of  the  laevo  add  crystallizes  out  first.  The  dn- 
chonine may  be  displaced  by  ammonium  hydroxide,  and  when  this 
product  is  treated  with  dilute  sulphuric  add  we  obtain  pure  laevo 
tartaric  add. 

By  Crystallization.  A  supersaturated  solution  of  the  racemic 
substance  is  made,  and  then  crystallization  is  started  by  means  of  a 
minute  crystal  of  one  variety,  say  the  dextro  add,  and  then  only 
dextro  crystals  will  separate  out.  If  the  crystallization  be  started 
with  a  minute  crystal  of  the  laevo  variety,  only  laevo  crystals  will 
separate  out.    This  is  an  interesting  fact. 

By  Certain  Ferments.  Pasteur  foimd  that  certain  ferments, 
lower  vegetable  organisms,  thrive  in  solutions  of  racemic  substances 
at  the  expense  of  one  variety,  not  touching  the  other.  Thus  it  is 
possible  to  destroy  one  of  the  optical  isomers  leaving  the  other. 

These  four  methods  represent  practically  all  that  we  know  regard- 
ing the  separation  of  a  racemic  substance  into  optical  isomers. 

Stereochemistry.  Pasteur  was  the  first  to  say  that  there  must 
be  some  connection  between  optical  activity  and  the  positions  of  the 
atoms  in  the  molecule,  but  the  hypothesis  as  to  what  this  connection 
might  be  was  first  formulated  simultaneously  in  1874  by  Le  Bel  and 
van't  Hofif.  Their  work  may  be  considered  as  the  beginning  of  what 
we  call  stereochemistry,  the  chemistry  of  space,  (derived  from  the 
Greek  word  orcpcos,  meaning  a  solid). 

The  Asymmetric  Carbon  Atom.    Every  optically  active  substance 

was  supposed  by  Le  Bel  and  van't  Hoff  to  have  at  least  one  carbon 

atom,  each  of  whose  valences  was  satisfied  by  a  different  group. 

H 

The  formula  for  tartaric  add   may  be  written,  CiH«Oi— C— COiH, 

OH 
so  conforming  to  this  theory.    This  central  C  is  called  an  asymmet- 
ric carbon  atom. 
If  we  consider  all  four  valences  of  a  carbon  atom  as  alike,  the 
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simplest  geometric  form  to  represent  the  atom  is  a  tetrahedron.    If 
something  diflFerent  is  at  each  of  the  four  apices,  we  can  arrange  them 

in  such  a  way  that  two  tetrahedra  shall 
be  mirror  images  of  each  other,  as  shown 
\        in  Fig.  30.     These  two  solid  objects  can- 
^       not  by  any  twist  or  turn  be  brought  to 
"  such  a  position  that  the  same  letters  fit 

*^*  ^°*  over  each  other. 

Compensation  within  the  Molecule.    There  are  two  asymmet- 
ric carbon  atoms  in  tartaric  acid  as  is  evident  when  we  write  the 

H  H 


U 


formula  as  follows:  HO^C— C— C— CO»H.     It  is  perfectly  possible  to 

OH  OH 

imagine  these  as  so  arranged  that  the  optical  activity  of  one  is  just 
neutralized  by  the  opposed  optical  activity  of  the  other,  to  imagine, 
in  other  words,  a  compensation  within  the  molecule.  Such  a  tartaric 
acid  could  not  be  separated  into  two  optically  active  varieties. 

It  is  interesting  evidence  in  favor  of  our  theories  that  such  a  tar- 
taric acid,  a  fourth  variety,  does  actually  exist,  and  is  known  as  meso- 
tartaric  acid.  It  is  inactive,  and  has  resisted  all  our  efforts  to  split 
it  into  right-  and  left-rotating  varieties.  But  it  has  the  same  number 
of  atoms  of  the  same  elements,  and  the  same  molecular  weight,  and 
in  all  other  respects  acts  like  any  other  tartaric  acid. 

Other  Asymmetric  Atoms.  Until  within  the  last  few  years  it 
was  thought  no  substance  could  be  optically  active  in  solution  unless 
it  contained  at  least  one  asymmetric  carbon  atom.  But  comp>ounds 
of  tin,  sulphur  and  nitrogen  have  been  found  possessing  this  prop- 
erty, and  we  have  concluded  that  other  atoms  besides  carbon  may  be 
asymmetric. 

Asjrmmetric   Molecules.     More  recently  still  some  substances, 

apparently  containing  no  asymmetric  atom  of  any  sort,  have  been 

found  which,  nevertheless,  rotate  the  plane  of  polarized  light.     Such 

a  substance  is  inosite  (i- methyl  cyclohcxylidene  -  4  -  acetic  add) 

CHjCHa 

the  formula  for  which  is  written,  CH,CH  C=CHCOOH.      It 

\  / 

CHaCH, 

may  be  separated  into  optical   isomers  by  the  cinchonine  deriv- 
ative method.*    The  suggestion  has  been  made  that  the  molecule 

^  W.  Marckwald  and  R.  Meth,  Bcrichie  d.  chem.  Ges.,  39,  3404  (1906). 
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as  a  whole  is  asymmetric,  exists,  let  us  say,  in  enantiomorphous 
forms. 

It  should  be  added  that  many  substances  having  asymmetric  car- 
bon atoms,  according  to  their  structural  formulae,  are  not  optically 
active.  But  perhaps  this  means  we  have  not  yet  succeeded  in  dis- 
covering the  appropriate  method  for  separating  the  racemic  sub- 
stance into  its  two  varieties. 

Molecular  Rotation.  Efforts  to  find  some  additional  meaning  in 
the  observed  facts  by  expressing  them  in  terms  of  chemical  imits 
have  failed.  No  regularity  connecting  the  molecular  rotation  with 
the  molecular  weight  is  known,  and  any  such  connection  is  hardly  to 
be  expected  because  the  property  is  so  decidedly  constitutive.  But 
still,  it  cannot  be  wholly  constitutive,  for  if  it  were,  every  asymmetric 
carbon  atom  should  produce  exactly  the  same  effect,  which  is  not  the 
case. 

It  is  evidence  in  favor  of  the  electrolytic  dissociation  theory  that 
dilute  solutions  of  all  salts  of  one  active  acid  with  inactive  bases  have 
the  same  rotating  power.  The  plausible  explanation  for  this  fact  is 
that  all  these  salts,  dissociating  in  water  solution,  give  different 
cations,  but  always  the  same  anion,  and  it  is  the  aniop  which  is  en- 
dowed with  the  power  to  rotate  the  plane  of  polarized  light. 

Electromagnetic  Rotation.  It  was  found  by  Faraday  in  1846, 
that  a  substance,  itself  not  optically  active,  put  in  a  strong  electric 
field,  say  between  the  poles  of  an  electromagnet,  or  within  a  spool  of 
wire,  acquired  the  power  of  rotating  the  plane  of  polarized  light 
passing  through  it.  This  effect  is  then  a  property  of  the  electrical 
field,  rather  than  of  the  particular  substance  employed. 

There  is  an  essential  difference  between  the  rotation  we  have  been 
describing  and  that  produced  electromagnetically.  No  matter  in 
which  direction  we  look  through  an  optically  active  substance,  the 
rotation  is  in  the  same  direction  relative  to  ourselves,  just  as  if  we 
look  at  one  end  of  a  screw  and  then  turn  it  around  and  look  at  the 
other  end.  But  in  the  case  of  electromagnetic  rotation,  it  does  make 
a  difference  which  end  we  look  at.  From  one  end  we  see  right  rota- 
tion, from  the  other  left.  This  is  comparable  to  the  way  fur  lies  on 
a  muff;  looking  at  one  end,  the  fur  lies  in  the  direction  of  the  move- 
ments of  the  hands  of  a  watch,  looking  at  the  other,  it  lies  in  the 
opposite  way. 

Perkin  has  shown  that  in  each  homologous  aliphatic  series  the 
amount  of  rotation  produced  by  a  constant  electric  field  increases  a 
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definite  amooDt  (or  odi  addition  ot  CH^  In  uvmatic  scfies 
ciKi5tituti<xi  o(  the  substance  has  inflneDce  oxNigb  to  comidicate 
results  and  prevent  us  from  stating  any  ample  i^olaji^.* 

*  The  autboritr  00  aE  tjnstiaas  idalJDg  to  tke  topic  €d  this  '*'p*«>  k.  " 
Opdcal  Rotating  Ptnra-  of  Orguiic  Sabatancei  and  its  PiBCticaJ  Applkxtiai 
by  B.  Laodolt.  tiaiislated  bf  J.  H-  Long,  751  fp.    lUi  book  "—»»"»  vtty  m 

s  to  the  cxif 


CHAPTER  XVm 
Solutions  —  HI 

SOLED  SOLUTIONS 

As  was  stated  in  Chapter  XV,  isomorphous  crystalline  substances 
are  capable  of  forming  mixed  crystals.  These  mixed  crystals  are 
chemically  and  physically  homogeneous  throughout,  and  the  propor- 
tions of  their  components  may  be  altered  gradually  without  causing 
an  abrupt  change  in  any  property.  They  thus  conform  so  per- 
fectly to  our  definition  of  a  solution  that  van't  Hoff  called  them  solid 
solutions.* 

Solutions  of  Solids  in  Solids.  These  mixed  crystals  have  been 
classified  in  four  groups. 

1.  The  substances  are  misdble  in  all  proportions  and  may  be  said 
to  furnish  instances  of  true  isomorphism.    For  example,  ZnS04.7H20 
and  MgS04.7H20. 

2.  The  two  substances  are  misdble  within  definite  limits,  much  as 
ether  is  soluble  in  water,  and  water  is  soluble  in  ether  to  certain 
different  and  limited  extents.  In  such  cases  there  is  an  appreciable 
difference  between  the  crystal  angles,  and  yet  such  substances  also 
are  considered  as  instances  of  true  isomorphism.  Pairs  of  substances 
which  behave  in  this  way  are  KClOs  and  TlClOs,  BaCl2.2H20  and 
SrCl2.2H20. 

3.  The  two  substances  are  not  isomorphous,  but  yet  mix  in  almost 
all  proportions.    For  instance,  NaClOj  and  AgClOj. 

4.  The  two  substances,  not  isomorphous,  mix  only  to  a  very 
limited  extent.    For  example,  KlNOj  and  NaNOj. 

Isodimorphism.  Cases  falling  in  groups  3  and  4  are  spoken  of  as 
instances  of  isodimorphism.  Each  of  the  pair  of  substances  is  capa- 
ble of  occurring  in  two  crystal  forms;  one,  its  usual,  the  other  *an  im- 
usual  form,  the  imusual  form  of  one  being  the  usual  form  of  the  other. 
Small  quantities  of  one  substance  appear  to  be  forced,  as  it  were,  into 
such  unusual  crystal  form  in  order  to  become  isomorphous  with  the 

•  Zeitschr,/.  phys.  Chem,,  5,  322-339  (1890}. 
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other  substance,  which  is  present  in  large  quantities^  and  to  fonn 
mLxed  crystals  with  it. 

Double  Salts.  Double  salts  are  not  to  be  classed  as  mixed 
cr>'stals  or  solid  solutions,  for  they  contain  their  constituents  in 
stoicheiometric  proportions  which  cannot  be  gradually  altered  with- 
out producing  abrupt  changes  in  some  properties.  For  the  same 
reason,  crj'stals  containing  water,  alcohol,  ether,  etc.,  of  crystalliza- 
tion are  to  be  considered  as  chemical  compounds  rather  than  as 
solutions. 

Solutions  of  Liquids  in  Solids.  Certain  silicates,  the  zeolites^ 
contain  indefinite  quantities  of  water  and  are  transi>arent  and  homo- 
geneous throughout.  Portions  of  this  water  may  be  removed  grad- 
ually without  causing  any  abrupt  change.  The  water  so  driven  out 
may  be  replaced  by  alcohol,  ammonia,  carbon  dioxide,  hydrogen 
sulphide,  sodium  silicate  solution  and  other  substances  without 
destroying  the  transparency'  or  appearance  of  homogeneity  of  the 
mineral.  These  zeolites  furnish,  then,  an  illustration  of  a  solid  solu- 
tion with  a  liquid  solute.* 

Solutions  of  Gases  in  Solids.  Instances  of  a  gas  dissoh-ing  to 
any  marked  extent  in  a  solid  are  not  so  very  frequent,  but  certain 
examples  arc  striking  and  well  known.  Platinum  and  palladium  take 
up  large  volumes  of  hydrogen  (palladium  a  thousand  times  its  volume 
and  moro\  which  must  be  considered  as  in  solution  in  the  metal.  We 
siiv  tho  iras  is  occluded  or  absorbed. 

Diffusion  in  Solids.  Hydrogen  diffuses  vnihin  platinum  or  palla- 
dium until  it  is  lu^mogeneously  distributed  throughout  the  metal. 

That  hydn>gon  will  dissolve  and  diffuse  in  iron  was  proved  as  fol- 
lows:  Tho  ti>p  oi  a  barometer  tube  was  closed  by  an  iron  plate  which 
was  then  made  the  cathtnie  of  an  electrolytic  cell.  WTien  a  current 
was  passed  thrvuigh  the  cell,  the  mercur}'  in  the  barometer  tube  fell, 
mduating  that  hvilrogon  passed  through  the  iron. 

It  has  luvn  viemonstrated  that  oxygen  and  nitrogen  will  j>ass 
Ihiough  glass  tubes  when  the  temperature  is  high  enough  to  some* 
what  sv»itrn  the  glass t  and  that  oxygen  will  pass  through  quartz 
tulu's  at  (Kx^'.( 

('ailK»n  diffuses  into  hot   iron  and   through   porcelain   crucibles. 

•  W  IKiwuM.  "(;riimlriss  dcr  AllRcmcincn  Chcmie,"  p.  372.  F.  Zirkel, 
"lliMiuuIr  ilri  Min«TrtU>Kie,"  p.  7.U- 

t   llrilhilot.  <  i»mf^t.  KtHd.,  140,  iiSQ.  1^86  (1905). 
t   IIcIKh.  tbki,  140,  iJSi  (i905)- 
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Gold  diffuses  into  lead  rather  rapidly  at  temperatures  a  little  below 
the  melting  point  of  lead,  and  perceptibly,  in  the  course  of  a  year,  at 
room  temperatures.*  Copper-plated  zinc  gradually  becomes  lighter 
in  color,  due  to  the  diffusion  of  zinc  into  the  copper  forming  brass. 

As  diffusion  in  these  cases  is,  so  far  as  we  can  see,  entirely  analogous 
to  the  diffusion  of  gases  into  each  other,  or  of  a  solute  through  a  liquid 
solution;  and  as,  while  diffusion  is  in  progress,  we  have  mixtures 
homogeneous  throughout,  not  containing  their  constituents  in  stoichei- 
oraetric  proportions,  mixtures  the  proportions  of  whose  constituents 
may  be  altered  gradually  without  producing  any  abrupt  change  in 
properties,  we  call  them  solid  solutions. 

When  barium  sulphate  and  sodium  carbonate  are  pressed  together, 
metathesis  occurs,  resulting  in  the  formation  of  some  barium  car- 
bonate and  some  sodium  sulphate  until  a  condition  of  equilibrium 
is  reached  between  these  four  substances.  This  behavior  is  charac-^ 
teristic  of  solutions.  We  are  inclined  to  believe  that  whenever  two 
solids  enter  into  chemical  reaction  they  first  dissolve  in  each  other, 
the  idea  being  that  they  could  not  otherwise  get  near  enough  together 
for  chemical  aflSnity  to  come  into  play.  This  may,  however,  be  a  siu*- 
vival  of  the  opinions  of  the  old  alchemists  which  they  expressed  in 
their  saying:  "Corpora  non  agunt  nisi  soluta." 

Diffusion  Does  not  alwa3rs  Occur.  That  diffusion  does  not 
always  occur  between  solids,  even  when  they  are  strongly  pressed 
together  for  geological  ages,  is  demonstrated  by  many  well-known 
minerals,  for  instance,  by  banded  agates. 

Alloys.  Some  alloys  conform  to  our  definition  and  must  be 
considered  as  solid  solutions;  others  contain  their  constituents  in 
definite  parts  by  weight  and  so  must  be  considered  as  chemical 
compounds. 

Hardened  steel  is  looked  upon  as  a  homogeneous  solid  solution  of 
carbon  in  iron,  and  is  called  martensite;  while  not  hardened  steel  is 
probably  a  mechanical  mixture  of  pure  iron  and  carbide  of  iron. 

Glass  and  Dyed  Fibers.  It  is  not  customary  to  include  colored 
glasses  in  the  category  of  solid  solutions,  for  glass,  being  amorphous, 
is  generally  classed  as  a  liquid  of  great  viscosity.  Opinion  is  divided 
as  to  whether  the  coloring  matter  in  the  fibers  of  a  dyed  fabric  is  to  be 
considered  as  in  solid  solution  or  not.  Colored  glass  and  dyed  fibers 
are  probably  most  properly  regarded  as  jcoUoidal  solutions  of  great 
viscosity. 

*  Roberts  Austen,  Proc,  Roy,  Soc.,  67,  loi  (1900). 
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Osmotic  Pressure  in  Solid  Solntions.  Since  diffusion  occurs  in 
solid  solution  there  must  be  a  force  causing  it.  It  is  reasonable  to 
consider  osmotic  pressures  as  due  to  the  force  causing  diffusion,  and 
therefore  we  may  imagine  osmotic  pressures  as  oTiaHng  jq  solid  solu- 
tions. There  is  practically  no  chance  of  our  ever  finrfing  a  semiper- 
meable membrane  applicable  here,  and  therefore  direct  measures  of 
maximum  osmotic  pressures  in  solid  solutions  are  probably  fore\'er 
beyond  our  reach. 

Indirect  measures,  however,  may  be  discovered.  It  is  reasonable 
to  suppose  there  is  a  connection  between  osmotic  pressures  and  in- 
ternal pressures  in  solids,  and  that  the  latter  are  connected  with  the 
property  of  hardness.  Thus  we  may  some  day  establish  a  quantitati\'e 
relationship  between  hardness  and  osmotic  pressure.  Osmotic  pres- 
sure being  a  colligative  property,  this  would  give  a  method  for  deter- 
mining molecular  weights  of  solids. 

We  know  that  silicon  and  other  substances  when  dissolved  in  iron 
increase  its  hardness,  and  it  has  been  shown  that  equivalent  quantities 
of  different  solutes,  as  carbon  and  silicon,  produce  the  same  change 
in  hardness.*  Moreover,  equivalent  quantities  of  different  solutes 
appear  to  affect  the  electrical  conductivity  of  solid  solutions  to  the 
same  extent.  So  we  have  made  a  beginning  on  a  method  for  deter- 
mining molecular  weights  of  solids,  but  these  indications  have  not  j-et 
been  developed  to  a  satisfactory  degree  of  reliability. 

Adsorption.  Solids  are  able  to  condense  gases,  liquids,  or  dis- 
solved solids  on  their  surfaces.  As  long  as  these  gases,  liquids,  or 
dissolved  solids  remain  on  the  surface  and  do  not  penetrate  to  the 
interior  they  are  said  to  be  adsorbed.  Adsorption  is  then  a  manifesta- 
tion of  the  force  we  call  adhesion.  If  they  penetrate,  they  are  said  to 
be  absorbed  or  occluded,  and  in  some  cases,  as  we  have  seen,  we  con- 
sider them  as  in  solution,  in  other  cases  as  in  chemical  combination. 
A  solid  may  both  adsorb  and  absorb  a  gas  and  in  such  case  it  is  not 
easy  to  determine  to  what  extent  each  process  has  occurred. 

Adsorption  of  Gases.  The  usefulness  of  charcoal  as  a  deodorant 
is  due  to  its  ability  to  adsorb  gases.  One  cm'  of  charcoal  at  o*  takes 
up  4  cm'  of  hydrogen  or  i8  cm'  of  oxygen;  at  -I85^  the  temperature 
of  li(|uid  air,  it  takes  up  135  cm*  of  hydrogen  or  230  cm»  of  oxygen.f 
Adsori)tion  is  thus  greater  the  lower  the  temperature. 

The  following  is  a  familiar  experiment:  A  piece  of  platinum  or  palla- 

•  C.  Ben«licks,  XcUsckr.f.  pkys.  Ckrm.,  36,  5^9-538  U901). 
t  J.  Dcwar,  Ckem,  AVuj.,  941  i7i-»75  (1906). 
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dium  foil  is  held  in  a  bunsen  flame  until  red  hot.  The  gas  is  turned 
out  and  the  foil  cools.  The  gas  is  turned  on  again  and  allowed  to 
play  on  the  foil  which  then  begins  to  glow  and  finally  relights  the  gas. 
The  hydrogen  in  the  water-gas  is  absorbed  and  adsorbed,  both  of  these 
processes  evolving  heat.  Thus  condensed  the  hydrogen  imites  more 
rapidly  with  the  oxygen  of  the  air,  and  this  reaction  contributes  more 
heat,  until  finally  the  kindling  temperature  of  the  gas  is  reached. 

Welsbach  Mantle.  The  remarkable  efficiency  in  converting  heat 
into  light  shown  by  the  Welsbach  mantle  has  been  ascribed  to  the 
power  for  adsorption  (or  absorption,  or  both)  of  the  oxide  of  cerium  it 
contains. 

Heat  Evolved  during  Adsorption.  Adsorption  results  in  the 
evolution  of  heat,  for  it  involves  the  condensation  of  the  adsorbed  gas, 
but  in  many  cases  the  heat  evolved  is  more  than  can  be  accounted  for 
in  this  way.  For  instance,  palladium,  in  taking  up  a  thousand  times 
its  volmne  of  hydrogen,  increases  in  volume  more  than  1.5  per  cent  and 
evolves  about  4000  cal.  for  each  gram  of  hydrogen  so  taken  up.  There 
is  reason  for  assuming  that  we  have  adsorption,  solution,  and  chemical 
combination,  all  three  occurring. 

The  conditions  are  similar  with  platinum,  silver,  o^per,  and  iron, 
which  take  up  smaller  volumes  of  hydrogen  or  oxygen. 

Catalytic  Effect  of  Metals.  Tlxere  is  no  doubt  but  what  a  part 
of  the  gases  is  held  as  a  condensed  layer  on  the  surface,  in  which  con- 
dition, very  much  concentrated,  it  reacts  faster.  This  is  a  plausible 
explanation  for  the  notable  increase  in  the  velocities  of  many  reactions 
between  gases  in  contact  with  finely  divided  platinum  or  other  siurfaces. 

Adsorption  of  Liquids.  Layers  of  liquids  often  adhere  firmly  to 
solids.  The  tenacity  with  which  a  film  of  water  will  cling  to  glass 
vessels  is  a  source  of  error  hard  to  avoid  in  making  accurate  weighings. 
This  was  pointed  out  in  Chapter  III  in  connection  with  the  descrip- 
tions of  Landolt's  experiments. 

Whether  a  given  solid  is  "  wet  "  or  is  not  **  wet  "  by  a  given  liquid 
is  a  question  of  adsorbing  power,  and  thus  this  phenomenon  is  closely 
connected  with  capillary  phenomena. 

It  has  been  shown  that  when  a  finely  powdered  insoluble  substaifce 
is  wet  there  is  an  evolution  of  heat.  This  is  probably  due  to  the  com- 
pression of  the  liquid  by  the  force  of  adhesion  causing  the  adsorption. 

Adsorption  of  Dissolved  Substances.  A  few  drops  of  a  solution 
of  barium  hydroxide  are  allowed  to  fall  in  one  spot  on  a  piece  of  filter 
paper.    Adjacent,  but  outside  the  wet  ring,  a  few  drops  of  a  solution 
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of  phenolphthaiein  are  put  on  the  same  filter  paper.  The  wet  rings, 
increasing  in  circumference,  soon  overlap,  but  they  overlap  some 
distance  before  the  characteristic  red  color  of  the  indicator  appears. 
This  simple  experiment  shows  clearly  that  the  filter  paper  adsorbs  the 
reagents  from  their  solutions  until  the  outer  portions  of  the  wetness 
consist  of  such  dilute  solutions  that  they  cannot  show  even  thie  delicate 
reaction.  Owing  to  this  behavior  of  filter  paper  the  first  five  or  ten 
cm'  of  the  filtrate  should  always  be  thrown  away  when  making  up 
solutions  of  definite  concentrations. 

It  is  an  interesting  fact  that  a  given  amount  of  sand  has  been  foimd 
to  adsorb  equivalent  quantities  of  the  solute  from  equivalent  normal 
solutions  of  many  salts.* 

It  has  been  suggested  that  when  a  solid  is  in  contact  with  a  solution 
there  is  always  a  layer  of  solvent  in  a  high  state  of  compression  next 
the  solid.  Now  if  the  solubility  of  the  solute  is  greater  the  greater 
the  pressure,  that  layer  will  be  more  concentrated;  if  the  solubility  is 
less  the  greater  the  pressure,  that  layer  will  be  more  dilute  than  the 
rest  of  the  solution. 

The  phenomena  dealt  with  in  this  chapter  may  be  thought  to  be  of 
minor  importance,  but  they  are  not.  More  and  more  we  are  realizing 
that  the  conditions  in  contact  surfaces  often  play  the  decisive  r61e  in 
important  processes.  To  understand  and  control  those  processes  we 
must  know  those  conditions. 

*  G.  C.  Schmidt,  ZeUschr.f.  phys.  Chem.,  15,  56-64  (1894). 


CHAPTER  XrX 
Solutions —  IV 

COLLOIDAL  SOLUTIGNS 

So  many  new  and  significant  facts  have  been  gathered  within  recent 
years  under  the  title  **  Colloidal  Chemistry  "  that  it  is  beginning  to  be 
treated  as  a  special  branch  of  our  rapidly  growing  science,  and  has 
textbooks  and  a  journal  of  its  own.*  It  comprises  much  of  the  chemis- 
try and  physics  of  life  processes  and  therefore  it  is  one  of  the  most 
interesting  parts  of  physical  chemistry  to  those  engaged  primarily  in 
other  sciences.  The  possibilities  of  future  discoveries  in  this  province 
are  alluring. 

Historical.  The  facts  are  by  no  means  all  new.  In  1862,  Thomas 
Graham  (1805-1869)  observed  that  such  substances  as  common  salt, 
copper  sulphate,  potassium  nitrate,  etc.,  diffuse  through  a  parchment 
membrane  almost  as  rapidly  as  if  no  membrane  is  present,  while  such 
substances  as  gelatine,  agar-agar,  gimi  arable,  etc.,  hardly  diffuse 
through  a  parchment  membrane  at  all. 

Crystalloids  and  Colloids.  The  latter  substances  are  gunmiy, 
sticky,  and  he  called  them  colloids,  indicating  by  this  name  their 
mucilaginous  nature.  The  former  substances  all  form  well-defined 
crystals,  and  he  called  them  crystalloids,  in  contradistinction  to 
colloids. 

Dialysis.  Upon  this  difference  in  properties  he  based  a  method 
of  separation  (analysis)  which  he  called  dialysis.  He  stretched  a 
piece  of  parchment  over  a  hoop,  so  making  what  he  called  a  dialyzer. 
He  placed  a  solution  containing  both  a  crystalloid  and  a  colloid  inside 
and  floated  the  apparatus  on  distilled  water.  Anything  of  a  crystal- 
loidal  nature  diffuses  rapidly  through  to  the  distilled  water,  while 

*  "  Colloids  and  the  Ultra  Microscope. "  by  Richard  Zsigmondy ,  translated  by 
Jerome  Alexander,  245  pp.  (1909);  "Gnindriss  der  KoUoidchemie,"  by  Wolf- 
gang Ostwald,  525  pp.  (1909);  " KapiUarchemie,"  by  H.  Freundlich,  591  pp. 
(1909).    Zeitschrifi  far  Chemie  und  Industrie  der  KoUaide, 
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anything  of  a  colloidal  nature  passes  through  so  slowly  that  the  amount 
is  practically  negligible,  and  thus  separations  are  effected.'^ 

Dubrunfaut  devised  dialyzers  to 'remove  objectionable  materials 
from  molasses  obtained  in  the  manufacture  of  sugar  from  beets  eight 
years  before  Graham  published  his  articles-f  It  is  curious  and  un- 
just that  Graham  should  receive  so  much  credit  and  Dubrunfaut  so 
seldom  any. 

Other  Membranes.  Other  substances  act  in  the  same  way  as 
parchment  and  parchment  paper.  Collodion  membranes  are  par- 
ticularly convenient  as  they  can  be  made  as  wanted  in  great  variety 
of  thickness  and  form;  as  flat  sheets  by  pouring  collodion  on  mercury 
(thus  ensuring  a  level  surface),  as  sacks,  by  coating  test  tubes.} 

Many  animal  membranes  are  used,  for  instance,  gold  beater's  skin, 
which  is  the  lining  of  the  peritoneal  cavity  of  a  calf,  bladders,  and 
heart  sacks.  As  was  said  in  our  discussion  of  osmosis  the  whole  body 
is  made  up  of  organs  and  cells  surrounded  by  membranes  which 
permit  the  passage  of  some  dissolved  substances  and  hinder  or  prevent 
that  of  others.  Digestion  and  secretions  by  glands  are  in  great 
measure  instances  of  such  selective  diffusions.  If  the  nature  of  these 
membranes  alters,  the  animal  economy  is  a£Fected,  and  doubtless  such 
alterations  are  often  the  cause  of  illness. 

Other  Colloids.  There  are  two  parts  to  Graham's  definition  of  a 
colloid:  first,  when  it  is  pure,  or  mixed  ^Nith  little  water,  it  is  like  a  gum 
and  sticky;  second,  when  it  is  in  solution  it  will  not  diffuse  through 
parchment,  or  a  similar  membrane.  The  first  part  of  the  definition 
was  soon  disregarded  and  the  second  part  was  adopted  as  the  sole 

*  A  great  variety  of  experiments  have  been  devised  to  illustrate  dial>'sis;  the 
following  two  are  convenient  for  lecture  demonstrations.  A.  Put  a  solutioa  of 
KCXS  inside  a  dialyzer;  after  it  has  floated  on  distilled  water  for  one  to  two  minutes, 
add  I'>Cli  solution  to  the  distilled  water  outside.  The  red  color  demonstrmtes 
that  the  cr>'^talloidal  potassium  thiocyanate  passed  readily  through  the  parch- 
ment membrane.     B.   By  mixing  equal  volumes  of  —  FcCli  and  —  K^FeCCN)*, 


we  obtain  a  colloidal  solution  of  prussian  blue,  so  dense  in  color  that  it  can  be 
through  only  in  thin  layers.  Place  some  of  this  in  a  dialyzer  and  no  perceptible 
trace  of  the  color  gets  through  the  membrane  in  hours.  (See  .\.  A.  Noyes,  "The 
Preparation  and  ProjKirties  of  Colloidal  Mixtures."  Jour.  Am.  Ckem.  Soc.,  27,  85- 
104  (1Q05),  for  this  and  other  interesting  demonstrations.) 

t  See  the  introduction  to  "L'Osmose  et  ses  applications  Industrielles, "  by 
Dubrunfaut,  Paris  (1873).  250  pp..  for  discussion  and  references  regarding  priority. 

t  For  details  as  to  these  manipulations,  see  Bigelow  and  Gemberling,  "Col- 
lodion Membranes,"  Jour.  Am.  Chem.  Soc.,  a9t  1576-89  (1907)- 
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criterion;  and  it  is  indeed  the  more  important  of  the  two  properties. 
Whether  a  substance  is  sticky  or  not,  if  it  does  not  diffuse  through 
parchment  membranes,  we  call  it  a  colloid. 

The  question  at  once  arises,  why  will  some  substances  pass  through 
these  membranes  while  others  will  not?  The  simplest  assumption 
possible  is  the  most  plausible  we  have.  The  membranes  are  probably 
networks  of  fine  capillaries.  If  the  particles  of  the  solute  are  larger 
than  the  holes  in  the  membrane,  they  will  not  go  through;  if  smaller, 
they  will. 

Effort  to  Delimit  Colloidal  Solutions.  And  so,  whether  a  sub- 
stance is  to  be  called  a  colloid  or  not  is  to  be  determined  by  the 
size  of  its  particles  when  in  solution.  At  one  extreme  we  have  what 
we  please  to  call  true  solutions,  such  as  those  already  mentioned, 
solutions  of  common  salt,  sugar,  copper  sulphate,  etc.  At  the  other 
extreme,  we  have  what  we  call  suspensions,  such  as  we  can  make  by 
shaking  up  fine  sand  and  water.  We  can  see  the  separate  particles 
in  suspensions  and  we  know  that  in  time  they  settle  out.  But  the 
finer  the  particles,  the  longer  it  takes  them  to  settle  out,  and  if  only 
they  are  fine  enough,  it  will  take  an  infinitely  long  time  for  them  to  do 
so.  If  oil  be  shaken  up  with  water  an  emulsion  results,  cloudy  and 
more  or  less  opaque,  owing  to  the  great  number  of  minute  oil  globules 
in  suspension.  The  oil  separates  in  the  course  of  time,  but  some 
emulsions  contain  such  very  fine  globules  the  time  required  for  separa- 
tion may  be  days,  w^eeks,  even  years.  There  is  a  perfect  continuity 
from  one  extreme  to  the  other,  and  it  is  by  no  means  easy  to  draw 
lines  between  suspensions  and  colloidal  solutions  on  the  one  hand, 
or  between  colloidal  and  "  true  "  solutions  on  the  other.  In  fact,  no 
one  as  yet  has  done  it  entirely  satisfactorily. 

Present  Usage  of  the  Terms.  We  are  inclined  to  apply  the  term 
suspension  if  any  indication  of  settling  out  is  perceptible  after  a  short 
time,  or  if  we  think  separation  will  eventually  take  place.  We  apply 
the  term  colloid  if  we  think  no  settling  out  will  occur  in  a  long  while, 
and  continue  to  apply  it  to  combinations  with  increasing  fineness  of 
grain  until  we  can  no  longer  distinguish  the  particles  of  solute  from  the 
circiunambient  solvent  with  the  best  microscopes,  or  by  the  ultra- 
microscopic  method.  Then,  finally,  we  apply  the  term  "  true,"  or 
ordinary,  solution.  There  is  no  natural  and  necessary  boimdary  on 
either  side,  and  it  is  at  least  reasonable  to  suppose  that  a  "  true  " 
solution,  magnified  more  than  we  now  know  how  to  magnify  it,  would 
look  just  like  the  solutions  we  call  colloidal.    At  present,  then,  we 
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include  under  the  head  of  colloids  substances  di^>eised  through  i 
solvent  in  particles  so  fine  they  will  not  settle  out,  and  yet  not  so  fine 
but  what  we  can,  by  experiment,  form  approximate  estimates  of  their 
sizes.*    That  we  can  go  far  with  these  estimates  will  presently  appear. 

Hydrosol  and  HydrogeL  If  we  dissolve  fouj-  grams  of  agar-agar 
in  one  hundred  grams  of  hot  water,  the  solution  is  as  liquid  as  water 
at  70°,  but  upon  cooling  to  room  temperature  it  "  sets  "  to  a  jelly. 
The  same  behavior  is  shown  by  gelatine  and  numerous  other,  but  not 
all,  colloids.  While  a  mobile  liquid  the  solution  is  called  a  hydrosd. 
when  "  set "  it  is  called  a  hydrogel,  often  abbreviated  to  **  gel." 
For  colloidal  solutions  wherein  the  solvent  is  ethyl  alcohol,  the  terms 
alcosol  and  alcogel  have  been  coined,  but  they  are  seldom  used  and 
superfluous.  The  "  setting  "  of  plaster  of  Paris,  of  mortar,  of  Port- 
land cement,  and  of  currant  jelly  are  doubtless  analogous  phenomena. 

Diffusion  through  Hydrogels.  Some  of  these  "  gels  "  act  like 
parchment  membranes,  permitting  the  diffusion  of  crystalloids  al- 
most as  if  the  colloid  were  not  present,  but  hindering,  or  practicaUy 
preventing,  the  passage  of  other  colloids.  On  the  basis  of  these  facti 
we  turn  about  and  say  that  any  membrane  which  permits  the  passage 
of  a  cr}'stalloid  and  hinders  the  passage  of  a  colloid  is  itself  a  colloid. 

Structtire  of  "  Gels."  These  "  gels  "  have  a  sponge  or  honey- 
comb structure  and  take  up  and  hold  large  quantities  of  liquid  solvent 
by  capillarity.  Possibly  the  pores  are  large  enough  to  permit  the 
passage  of  the  smaller  crjstalloid  particles  readily,  but  not  large 
enough  to  permit  the  passage  of  the  larger  colloid  particles.  The 
assumption  of  [)ores  and  a  sie\'e  action  is  plausible  in  all  cases. 

Applications.  These  principles  have  several  important  technical 
applications.  **  Dr>'  batteries  "  may  be  made  by  gelatinizing  the 
liquid  contents.  The  electrolyte  diffuses  unhindered  from  one  elec- 
tnxie  to  the  other,  and  yet,  even  if  the  battery  is  inverted,  no  liquid 
will  run  out.  The  sensitive  films  on  '*  dr>'  plates  "  are  jellied  colloidal 
solutions  of  the  silver  halidcs  in  gelatine.  WTien  in  the  developer  the 
reducing  agent  diffuses  readily  throughout  the  mass,  but  the  colloidal 
silver  cannot  diffuse  through  the  jelly  and  remains  in  ix)sition.  If  it 
were  not  for  this,  there  could  he  no  such  tiling  as  **  sharp  definition  *' 
in  a  negative.  Smokeless  jKnvders,  blasting  gelatine,  cordite,  etc, 
are  gelatinized  solutions  of  nitroglycerine.  When  gelatine  is  used  to 
hold  the  liquid  nitroglycerine  in  convenient  forms,  it  acts  as  a  diluent 

*  Wolfgang  Ostwald  advocates  abandoning  the  term  colloid  and  substituting 
the  term  "dispersed  system." 
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diminishing,  as  desired,  the  suddenness  of  explosions.  Nitrocellulose 
(gun  cotton)  may  be  used  in  place  of  gelatine  and  this  gives  our  high 
explosives.  Many  processes  of  dyeing  are  illustrations  of  the  same 
principles.  The  fibers  act  as  membranes,  i.e.,  are  colloidal  in  nature. 
The  dye  enters  as  a  crystalloid,  is  converted  to  a  colloid,  and  then 
can  no  longer  come  out;  it  becomes  a  "fast"  color.  Bacteriology 
could  not  have  attained  its  present  development  and  value  with- 
out the  gelatinized  solutions  of  gelatine  and  agar-agar  upon  which 
cultures  are  made  and  colonies  of  bacteria  are  nourished  yet  kept 
apart. 

Coagulation.  Some  colloids  do  not  form  jellies,  but  coagulate. 
Make  an  approximately  one  per  cent  solution  of  arsenious  oxide 
(AsjOa)  by  boiling  an  excess  of  the  solid  for  about  fifteen  minutes  in 
water.  When  cool,  add  an  equal  volume  of  water  saturated  with 
hydrogen  sulphide.  The  result  is  a  yellow  colloidal  solution  of 
arsenious  sulphide  which  will  pass  unchanged  through  filter  paper, 
but  many  individual  particles  of  the  sulphide  can  be  seen  when  the 
solution  is  inspected  by  the  ultramicroscope.  Add  to  this  colloidal 
solution  a  small  amount  of  a  solution  of  hydrochloric  add  or  of  mag- 
nesium chloride,  or  of  any  electrolyte  whatever,  and  the  sulphide  col- 
lects in  flakes  which  soon  settle,  or  will  be  retained  by  filter  paper. 
Experiment  has  taught  us  that  many  colloids  are  thus  coagulated  by 
solutions  of  electrolytes.  An  electrolyte  containing  a  bivalent  ion  is 
much  more  effective  than  one  containing  a  univalent  ion,  and  one 
containing  a  trivalent  ion  is  much  more  effective  than  one  containing 
a  bivalent  ion.  We  have  no  adequate  explanation  of  this  interesting 
generalization. 

Milk  is  a  colloidal  solution.  When  it  turns  "  sour,"  acids  have 
formed  and  these,  being  electrolytes,  coagulate  the  colloids.  Rivers 
bring  many  substances  in  colloidal  solution  with  them.  When  they 
empty  into  the  ocean,  which  is  a  solution  of  an  electrolyte,  sodium 
chloride,  these  colloids  are  coagulated  and  precipitated,  forming  the 
extensive  deltas  at  their  mouths. 

Heat  often  produces  coagulation  as  in  the  case  pf  albumin,  and  for 
many  substances  there  appears  to  be  a  definite  temperature  of  coagu- 
lation, but  this  is  often  obscured,  for,  if  an  electrolyte  is  present,  the 
temperature  necessary  for  coagulation  is  usually  lower.  The  phe- 
nomenon of  coagulation  is  frequent  and  important  and  it  is  to  be 
hoped  we  shall  soon  know  more  of  the  underlying  principles  and 
causes. 
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Agglutination.  Bacteria  in  a  liquid  act  in  many  respects  Uke 
colloids  and  may  be  coagulated;  the  term  used  in  this  connection  is 
"  agglutination."  What  is  known  as  WidaFs  test  is  an  interesting 
application  of  these  principles  for  the  diagnosis  of  typhoid  fever. 
Typhoid  bacteria  produce,  as  a  product  of  their  life  process,  what 
is  known  as  an  agglutinine  serum  which  agglutinates  (coagulates) 
typhoid  bacteria.  This  is  specific,  that  is,  this  serum  will  not  ag- 
glutinate other  bacteria.  Serum  obtained  from  the  patient  suspected 
of  having  the  fever  is  added  to  a  liquid  containing  typhoid  bacteria. 
If  the  bacteria  are  agglutinated,  the  patient  has  typhoid;  if  they  are 
not,  the  patient  probably  has  not  typhoid  fever.  Serum  therapy  and 
the  chemistry  of  the  toxines  and  antitoxines  are  full  of  instances  such 
as  this. 

"Protecting"  Colloids.      Coagulation  can  be  retarded  or  en- 

tirely  prevented.    Mix  equal  volumes  of  —  AgNOs  and  —  NaCl,  and 

the  silver  chloride  forms  flakes  and  settles  as  a  precipitate  almost  at 
once.  Repeat  the  experiment,  only  using  a  sodium  chloride  solution 
containing  rather  more  than  one  per  cent  of  gelatine.  An  opalescence 
appears,  a  property  characteristic  of  the  presence  of  fine  particles, 
and  grows  slowly  more  pronounced,  showing  that  silver  chloride  has 
formed;  but  precipitation  does  not  occur.  The  gelatine  acts  as  a 
"  protecting  "  colloid,  as  it  is  called.  It  is  generally  assumed  that 
the  first  small  particles  of  silver  chloride  to  form  attract  coverings  of 
gelatine  to  themselves.  Inasmuch  as  colloids  cannot  diffuse  through 
colloids,  these  small  particles  cannot  get  together  to  combine  and 
form  particles  large  enough  to  settle  out,  and  so  remain  in  "  colloidal 
solution."  This  is  the  most  probable  hypothesis  yet  advanced  to 
account  for  the  facts,  but  this  mechanism  of  a  protective  coating 
cannot  be  said  to  have  been  convincingly  demonstrated  by  experi- 
ment in  all  cases. 

The  beha\T[or  described  is  of  much  importance  in  the  art  of  pho- 
tography; it  makes  our  dry-plate  processes  possible.  Silver  chloride 
in  an  extremely  finely  divided  state  is  not  particularly  sensitive  to 
light,  but  as  the  particles  grow  larger,  they  become  more  sensitive. 
When  large  enough,  a  very  short  exposure  reduces  them,  in  part  at 
least,  to  a  lower  oxide  or  to  metallic  silver.  WTiere  this  action 
has  been  started  it  proceeds  more  readily  than  elsewhere,  and  the 
developer,  which  is  nothing  but  a  gentle  reducing  agent,  develops 
the  n^ative  in  metallic  silver.    If  the  particles  of  silver  chloride  are 


CX)LLOroAL   SOLUTIONS  249 

large  enough,  the  reduction  proceeds  of  itself,  without  previous  ex- 
posure to  light,  in  the  dark.  In  making  dr>'  plates,  silver  bromide  is 
precipitated  in  solutions  containing  gelatine  and  then  the  emulsion, 
as  the  resulting  colloidal  solution  is  called,  is  ripened;  *.e.,  the  particles 
of  silver  chloride  are  caused  to  grow  larger.  This  they  will  do  grad- 
ually, for  the  electrolytes,  silver  nitrate  and  sodiimi  bromide  can 
diffuse  through  the  colloidal  coating  of  gelatine  though  the  colloidal 
silver  bromide  cannot.  Diffusion  is  slow  at  ordinary  temperatures, 
but  is  much  hastened  by  heat;  therefore  the  emulsion  is  warmed. 
Experience  has  taught  how  far  to  continue  this  "  ripening  "  process 
to  bring  the  colloidal  particles  just  up  to,  but  not  over,  the  threshold. 
Our  sensitive  dry  plates  and  films  consist  of  glass  plates  and  celluloid 
sheets  coated  with  such  "  ripened  "  emulsions. 

Coagulation  May  Be  Reversible  or  Irreversible.  Some  hydrogels 
will  redissolve  to  form  the  original  hydrosols  and  others  will  not. 
Gelatine  is  typical  of  the  first  kind,  called  reversible,  and  arsenic 
trisulphide  is  typical  of  the  second,  called  irreversible.  A  reversible 
hydrogel  may  be  made  irreversible;  for  instance,  if  we  evaporate  the 
water  from  a  colloidal  solution  of  silicic  acid  at  a  low  temperature 
we  obtain  a  glass  like  hydrogel  which  will  redissolve  in  water  to  give 
back  the  original  hydrosol.  If  we  drive  off  the  water  and  heat  rather 
strongly  we  render  the  silicic  add  practically  insoluble. 

Traces  of  other  substances  often  suffice  to  convert  a  hydrogel  to  a 
hydrosol.  Graham  found  that  one  part  of  sodium  hydroxide  in  ten 
thousand  greatly  facilitated  the  conversion  of  silicic  acid  "  gels  "  to 
''  sols." 

Colloidal  Metals.  Colloidal  solutions  of  metals  are  particularly 
interesting,  for  it  is  rather  surprising  that  we  can  divide  a  heavy 
metal  into  such  fine  particles  they  will  not  settle  out.  Faraday  made 
colloidal  gold  solutions  some  years  before  Graham  invented  the 
name.  He  put  small  pieces  of  yellow  phosphorus  into  dilute  solu- 
tions of  chloride  of  gold,  which,  by  this  means,  is  slowly  reduced,  giv- 
ing particles  of  metallic  gold  so  small  they  do  not  settle.  The  colors 
of  these  colloidal  gold  solutions  vary  all  the  way  from  a  rich  ruby 
red  through  all  shades  of  purple  to  an  equally  rich  blue.  These  solu- 
tions show  the  phenomenon  of  dichroism;  displaying  two  colors,  one, 
that  above  mentioned  when  observed  by  transmitted  light  (a  source 
of  light  or  a  white  background  is  looked  at  through  them),  and  a  sec- 
ond, in  this  case  a  warm  brown,  when  observed  by  reflected  light  (the 
source  of  light  and  the  observer  are  on  the  same  side  of  the  solution). 
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Whether  red  or  blue,  the  solution  owes  its  color  solely  to  the  presence 
of  fine  particles  of  metallic  gold,  and  it  is  indeed  remarkable  that 
there  should  be  such  a  wide  color  range.  Different  views  have  been 
held  as  to  the  cause  of  the  differences  in  color.  Any  electrolyte  will 
turn  a  red  gold  solution  blue.  Electrolytes,  in  genei;^,  cause  the 
particles  in  a  colloidal  solution  to  grow  larger  imtil  they  get  so  large 
they  settle  out,  or  coagulate.  So  it  is  reasonable  to  conclude  the  red 
solutions  contain  the  finer  particles,  and  that  the  color  is  determined 
by  the  average  size  of  the  particles.  Best  quality  ruby  glass  is  a 
colloidal  solution  of  metallic  gold  in  glass. 

There  are  numerous  methods  of  obtaining  colloidal  gold  solutions, 
but  they  are  all  the  same  in  principle,  depending  on  the  action  of  a 
mild  reducing  agent,  such  for  instance  as  formaldehyde,  on  a  solution 
of  gold  chloride. 

G.  Bredig  devised  an  entirely  new  method  by  which  we  can  obtain 
a  colloidal  solution  of  practically  any  metal  in  practically  any  solvent 
in  a  short  time.  His  method  consists  in  establishing  an  arc  (some- 
where about  loo  volts  and  6  to  8  amperes)  between  electrodes  of  the 
chosen  metal  beneath  the  surface  of  the  chosen  solvent.  Clouds  of 
metal  particles  puflF  out  from  the  cathode,  and  while  some  settle  out 
almost  at  once,  others  are  so  minute  they  remain  suspended  indefi- 
nitely. This  is  a  pretty  and  easily  carried  out  experiment.  The 
process  is  not  merely  a  mechanical  pulverization  of  the  metal,  but  it 
is  also  largely  an  electrical  phenomenon,  and  has  points  of  similarity 
with  the  emission  of  cathode  rays  and  of  electrons. 

Ultramicroscopic  Method.  Exceptionally  ingenious  work  has 
been  done  in  determining  the  probable  size  of  the  particles  in  colloidal 
solutions.  Our  best  microscopes  enable  us  to  distinguish  a  line  from 
0.5  to  o.i  micron  in  width,  and  ^vith  such  an  instrument  we  can  see 
and  count  the  particles  in  many  colloidal  solutions.  It  is  possible 
to  make  yet  smaller  particles  \isible  by  what  has  been  aptly  named 
an  ultramicroscopic  method. 

Tyndall  Effect.  If  a  beam  of  light  passes  through  a  room  con- 
taining dust,  and  we  look  in  a  direction  at  right  angles  to  the  beam, 
we  see  it  clearly  outlined,  for  each  dust  particle  reflects  light  to  the 
eye.  If  the  room  is  entirely  free  from  dust  we  see  nothing  whatever; 
such  a  space  is  spoken  of  as  optically  empty.  If  the  space  contains 
exceedingly  fine  particles,  the  path  of  the  light  beam  looks  blue. 
This  is  why  the  sky  looks  blue,  for  the  sun's  rays  strike  countless 
exceedingly  fine  particles  of  dust,  and  at  higher  altitudes  doubtless 


COLLOIDAL  SOLUTIONS  251 

minute  globules  of  condensed  gases,  and  at  all  elevations  molecules  of 
the  constituent  gases,  and  are  thus  reflected  to  our  eyes.  These  par- 
ticles are  relatively  near  the  surface  of  the  earth,  for  soon  after 
sundown  the  sun's  rays,  passing  somewhat  higher  overhead,  meet 
nothing  to  reflect  them,  and  so  the  sky  looks  dark.  This  visibility 
of  beams  of  light  through  the  agency  of  fine  particles  is  known  as 
the  "Tyndall  effect." 

Siedentopf  and  Zsigmondy*  send  a  powerful  beam  of  light,  pro- 
jecting the  image  of  the  sim  or  of  an  arc  light,  by  means  of  a  micro- 
scope, into  a  colloidal  solution,  and  then  look  at  this  image  in  a 
direction  at  right  angles  to  the  path  of  the  rays  through  another 
powerful  microscope.  This  combination  is  what  is  known  as  the 
"  ultramicroscope."  In  this  way  particles  much  too  small  to  be 
seen  by  direct  vision  methods  betray  their  presence  by  the  light  they 
reflect.  Colloidal  solutions  are  seen  to  be  swarming  with  fine  par- 
ticles while  true  solutions  appear  optically  empty. 

With  the  ultramicroscope  it  is  possible  to  count  the  nimiber  of 
particles  in  a  given  small  volume  of,  let  us  say,  a  colloidal  gold  solu- 
tion. By  analysis,  we  can  determine  the  weight  of  gold  present  per 
imit  volume,  and  so  the  weight  of  gold  present  in  the  volume  in  which 
we  have  counted  the  number  of  particles.  Thus  we  can  calculate 
the  average  weight  of  each  particle.  Assuming  their  specific  gravity 
to  be  the  same  as  that  of  larger  masses  of  the  metal,  we  may  calculate 
the  volume  of  one.  Assuming  the  particles  to  be  spherical,  we  can 
calculate  their  diameters.  Perhaps  these  assumptions  are  not  strictly 
justifiable;  then  corresponding  errors  are  introduced  in  the  results. 
The  claim  is  not  made  that  the  dimensions  so  reached  are  accurate 
and  final,  but  at  least  they  must  be  fair  approximations,  and  give 
the  order  of  magnitudes  involved. 

Size  of  Particles.  The  smallest  particles  which  have  been 
counted  by  the  above  method  are  thosQ  in  a  red  colloidal  gold  solu- 
tion, and  their  diameters  have  been  calculated  as  6  mm  (millimicrons). 
Of  course  other  colloidal  gold  solutions  contain  larger  particles, 
ranging  continuously  all  the  way  up  to  those  which  settle  out  rather 
quickly.  This  6  mm  diameter  is  the  smallest  dimensioned  object 
which  has  ever  been  seen  and  counted,  and  it  will  be  a  long  while  be- 
fore we  contrive  a  method  to  see  anything  smaller,  for  it  is  easy  to 
calculate  that  an  object  with  one-tenth  this  diameter  would  have  to 

*  For  full  details  see  'Xolloids  and  the  Ultramicroscope,''  by  Zsigmondy, 
referred  to  at  the  beginning  of  this  chapter. 
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emit  light  with  an  intensity  greater  than  that  of  the  sun  to  produce 
an  effect  on  our  retinas.  But  one-tenth  of  this,  or  0.6  /i^,  brings  us 
to  the  order  of  magnitudes  we  are  in  the  habit  of  ascribing  to  mole- 
cules, so  we  have  succeeded  in  penetrating  rather  deep  after  all. 
Assume  a  cubical  form  for  the  gold  particle;  then  it  must  contain  at 
least  10  X  10  X  10  =  1000  molecules,  probably  more. 

Nomenclature.  A  nomenclature  has  been  adopted  for  these 
small  objects.  Particles  too  small  to  be  seen  by  the  unaided  eye,  but 
visible  under  the  microscope,  say  down  to  a  diameter  of  250 /x/i,  are 
called  microns.  Particles  too  small  to  be  seen  with  a  direct  vision 
microscope,  but  countable  by  the  ultramicroscopic  methods,  with 
diameters  then  from  about  250/1;*  to  about  6mm»  are  called  sub- 
microns.  Particles  smaller  than  these,  with  diameters  less  than  6  pLfi 
are  called  amicrons.  Colloidal  solutions  then  cover  the  range  from 
the  smaller  microns  to  the  amicrons.  "  True  solutions  "  include  the 
amicrons  only.  But,  as  has  been  said,  there  is  no  valid  reason  to 
suppose  there  is  any  abrupt  change  in  passing  from  colloidal  to 
"  true  "  solutions. 

Osmotic  Pressures  of  Colloidal  Solutions.  Colloidal  solutions 
exert  very  small  osmotic  pressures,  in  fact  some  maintain  that 
they  exert  none.  Osmotic  pressure  and  rate  of  diffusion  may  be 
utilized  to  determine  molecular  weights.  When  such  calculations 
are  carried  out  for  colloids,  extravagantly  large  figures  result.  For 
instance,  the  molecular  weight  of  starch  appears  to  be  about  25  000; 
of  albumen,  14000;  of  ferric  hydrate,  6000;  of  silicic  add,  49000. 
Caoutchouc  in  benzene  shows  a  molecular  weight  of  6500,  and  tannin 
in  glacial  acetic  acid  a  molecular  weight  of  1 100. 

The  interesting  investigations  by  J.  Perrin  of  the  Brownian  move- 
ments of  the  individual  particles  in  colloidal  solutions  have  been  re- 
ferred to  in  Chapter  XI.  The  behavior  of  these  particles  under  the 
influence  of  an  electrical  potential  gradient,  producing  the  phenomenon 
called  cataphoresis,  will  be  described  in  Chapter  XXVIII.  The  reader 
is  referred  to  the  texts  cited  at  the  beginning  of  this  chapter  for  much 
information  of  necessity  omitted  here. 


SECTION    IV 
PROCESSES 


CHAPTER  XX 
LIQUEFACTION  OF  GASES 

Every  observation  we  make  involves  a  series  of  processes,  inas- 
much as  some  form  of  energy  transference  or  transformation  is  the 
necessary  medium  between  our  minds  and  the  external  universe. 
But  thus  far  in  this  book  our  attention  has  been  directed  primarily 
to  the  study  of  properties  as  such,  and  we  have  excluded,  so  far  as  we 
conveniently  could,  consideration  of  the  changes  which  occur  in  sub- 
stances. With  this  chapter  we  begin  a  section  wherein  our  attention 
shall  be  directed  primarily  to  processes. 

Different  Elinds  of  Processes.  A  change,  or  process,  consists 
of  a  redistribution  of  energy.  This  redistribution  may  be  a  trans- 
ference of  a  quantity  of  a  certain  kind  of  energy  from  one  place  to  , 
another,  or  it  may  be  a  transformation  of  a  certain  quantity  of  energy 
of  one  kind  into  an  equivalent  quantity  of  another  kind,  or  it  may  be 
partiy  one  and  partly  the  other. 

In  Chapter  III  we  learned  that  all  forms  of  energy  may  be  classified 
under  relatively  few  heads,  and  that  these  in  turn  offer  a  logical  and 
convenient  classification  for  the  study  of  processes.  On  this  basis  we 
defined  the  contents  of  the  subjects,  thermochemistry,  electrochemis- 
try, actino  (or  photo)  chemistry,  and  thermodynamics. 

The  study  of  a  group  of  processes  not  specifically  named  in  this 
classification  has  been  most  fruitful  in  furnishing  great  and  useful 
generalizations.  These  are  the  processes  wherein  changes  of  aggre- 
gation occur,  as  in  the  liquefaction  of  gases,  the  vaporization  of 
liquifls,  freezing  and  melting,  the  process  of  solution,  and,  we  may 
add,  changes  of  form  in  the  solid  state.  Inasmuch  as  all  these  changes 
are  accompanied  by  an  evolution  or  absorption  of  heat,  are  either 
exothermic  or  endothermic,  they  constitute  a  subdivision  of  thermo- 
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chemistry.  Some  consider  that  changes  of  aggr^ation  should  be 
classed  with  physics  rather  than  chemistry.  To  satisfy  such  demand 
we  might  coin  a  word  and  call  them  thermophysics.  As  has  been 
said,  our  efforts  at  classification  are  at  best  imperfect,  the  continuity 
of  nature  is  everjrwhere  apparent,  and  we  may  catalogue  them  as  we 
please,  but  one  thing  is  certain,  no  chemist  to-day  can  afford  not  to 
have  a  fair  working  knowledge  of  them.  We  shall  therefore  proceed 
to  their  discussion,  laying  stress  on  those  features  of  particular 
significance  in  the  science  of  chemistry. 

The  Liquefaction  of  Gases.*  In  1823  Faraday  began  the  ex- 
perimental work  which  has  finally  culminated  in  the  liquefaction  of 
every  known  gas.  The  first  substance  (ordinarily  obtained  and 
studied  as  a  gas)  to  be  liquefied  was  chlorine.  In  a  tube,  bent  at 
about  a  right  angle,  sealed  at  both  ends,  Faraday  heated  some  of  the 
crystalline  hydrate  of  chlorine,  CI.4H2O  (often  written  Cls-SHsO). 
The  empty  end  of  the  tube  was  in  a  cooling  mixture,  and  here  a  green- 
ish yellow  liquid  collected.  Investigation  proved  it  to  be  pure  chlo- 
rine. The  decomposition  of  the  hydrate  had  furnished  the  pressiue 
necessary  for  liquefaction. 

Carbon  Dioxide.  In  1835  Thilorier  liquefied  carbon  dioxide  on  a 
large  scale.  This  liquid  carbon  dioxide,  allowed  to  escape  from  a 
cylinder,  cools  itself  sufficiently,  owing  to  the  sudden  expansion,  to 
solidify  in  part.  This  solid,  snow-like  material,  mixed  with  ether, 
furnishes  a  ready  means  of  obtaining  a  temperature  of  — 100**. 
The  ether  has  nothing  to  do  with  the  low  temperature  reached  and 
serves  only  to  establish  close  contact  between  the  carbon  dioxide  and 
the  object  to  be  cooled.  The  cooling  effect  is  produced  solely  by  the 
liquefaction  and  vaporization  of  the  carbon  dioxide. 

The  "  Permanent "  Gases.  With  the  aid  of  this  low  temperature, 
Faraday  continued  his  studies  and  finally  liquefied  all  known  gases, 
excepting  hydrogen,  nitrogen,  oxygen,  carbon  monoxide,  and  meth- 
ane. These  five  resisted  his  efforts,  and  on  this  account  were  known 
as  the  "  permanent  "  gases. 

Oxygen.  In  1877  Pictet,  boiling  liquid  sulphur  dioxide  in  vacuo, 
cooled  liquid  carbon  dioxide,  which  he  then  boiled  under  diminished 
pressure.  By  this  means  he  reached  a  temperature  of  — 140°  or 
lower.  He  generated  ox>'gen  from  potassium  chlorate  in  an  iron 
retort  while  the  receiver  connected  to  the  retort  was  immersed  in  this 

*  For  an  interesting  account  of  this  subject  and  much  experimental  detail  see 
"Lique^ction  o£  Gases,"  by  W.  L.  Hardin  (1899),  250  pp. 
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cold  carbon  dioxide.  The  chemical  reaction  furnished  the  necessary 
pressure,  and  in  this  way  Pictet  liquefied  considerable  quantities  of 
oxygen. 

Hydrogen.  Simultaneously  Cailletet  subjected  gases  to  very  high 
pressures,  gave  them  a  preliminary  cooling,  and  then  opened  the 
vessel  suddenly.  By  this  method  of  sudden  expansion  against 
atmospheric  pressure  he  succeeded  in  liquefying  not  only  oxygen,  but 
also  hydrogen. 

Adiabatic  Expansions.  Where  a  process  occurs  in  such  a  way 
that  heat  is  neither  given  off  by  a  system  nor  conducted  into  it,  the 
process  is  said  to  be  adiabatic.  Of  course  these  conditions  cannot 
be  strictly  fuLSUed  experimentally,  for  some  conduction  is  bound  to 
occur,  yet  if  the  process  occurs  with  sufficient  rapidity,  the  amount 
of  conduction  must  be  small  and  it  is  very  nearly  adiabatic. 

The  expansions  which  Cailletet  made  use  of  were  so  sudden  as  to 
be  practically  adiabatic,  and  they  produced  such  notable  cooling 
effects  upon  the  gases  that  mists  were  seen  to  form  within  the  glass 
tubes  in  which  they  had  been  confined.  The  tubes  were  known  to 
contain  nothing  else,  therefore  the  mists  must  have  consisted  of  small 
liquid  particles  of  the  gas.  These  mists  were  gone  almost  as  soon  as 
seen,  and  were  nothing  more  than  scientific  curiosities,  yet  the  fact 
remains  that  Cailletet  liquefied  hydrogen  in  1877. 

Critical  Temperature.  Natterer  subjected  air  to  pressures  of 
thousands  of  atmospheres  without  observing  the  phenomena  of  lique- 
faction. Faraday  and  Cailletet  recognized  that  pressure  alone  was 
not  sufficient  to  liquefy  a  gas,  and  that  it  was  necessary  to  cool  it 
simultaneously,  and  that  of  the  two  the  cooling  was  the  more  im- 
portant. There  is  a  temperature,  definite  but  different  for  each  gas, 
above  which  no  pressure  will  cause  it  to  separate  into  two  portions  or 
phases  as  we  call  them,  one  liquid,  the  other  gaseous.  This  maxi- 
mum temperature  at  which  the  phenomena  of  liquefaction  may  be 
observed  is  known  as  the  critical  temperatiu:e. 

If  a  gas,  above  its  critical  temperature,  be  subjected  to  increasing 
pressures,  ultimately  the  decrease  in  volume  will  correspond  to  the 
relative  incompressibility  of  a  liquid,  but  at  no  stage  in  the  process 
is  any  lack  of  homogeneity  observable  in  the  body  of  the  gas. 

If  a  sealed  tube  half  full  of  liquid,  half  full  of  gaseous  carbon  di- 
oxide, be  warmed  gradually,  the  meniscus  separating  the  two  phases 
grows  flatter  and  less  distinct  until  at  31.8°  it  disappears.  At 
temperatures  above  this,  the  contents  of  the  tube  are  homogeneous. 
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If  allowed  to  cool  again,  at  31.8^  a  cloudy  band,  like  a  snuAe  ring, 
appears  in  some  part  of  the  tube  and  immediately  thereafter  the 
bottom  of  the  tube  is  obviously  filled  with  liquid,  the  t<^  with  gas, 
and  we  have  the  two  phases  separated  by  a  meniscus.* 

Experimental  Determination  of  Critical  Temperatures.  It  is 
easier  to  determine  the  critical  temperature  than  it  is  commonly 
supposed  to  be.  Take  a  piece  of  ordinary  glass  tubing  of  internal 
diameter  let  us  say  4  mm.,  with  walls  from  0.7  to  i  mm.  thick,  seal 
ofi  one  end  carefully  and  8  or  1 2  cm.  from  this  draw  it  out  to  a  capillary. 
Bend  the  capillary  to  a  right  angle  and  dip  it  in  the  liquid.  By  alter- 
nately heating  and  cooling  draw  liquid  into  the  tube  and  by  bcxling 
displace  all  air.  Seal  off  the  capillary  near  the  tube  when  the  latter 
is  from  half  to  three-quarters  full  of  liquid  and  the  rest  of  the  tube  is 
full  of  the  same  substance  as  gas.  Heat  this  tube  slowly  in  an  air 
bath  or  in  some  high  boiling  liquid  until  the  meniscus  disaiq)ears. 
Upon  cooling  the  cloudy  ring  appears  and  the  temperature  at  which 
this  occurs  is  the  critical  temperature.  Repeated  observations  with 
rising  and  with  falling  temperatures  may  be  made  with  the  same  tube 
and  the  average  of  several  may  be  taken  as  the  critical  temperature 
sought.  As  the  tube  may  burst,  the  observer  shoidd  take  the  jMt^ 
caution  of  placing  a  sheet  of  plate  glass  between  himself  and  the 
experiment. 

Critical  Pressure.  We  may  place  a  liquid  under  heavy  pressure 
and  then  warm  it.  If  the  pressure  exceeds  a  definite  value  character- 
istic of  the  substance,  no  matter  to  what  temperature  we  raise  it  we 
shall  not  obser\'e  a  separation  into  two  phases,  one  liquid,  one  gas- 
eous, separated  by  a  meniscus.  Therefore,  there  is  a  maximum 
pressure  at  which  the  two  phases,  gas  and  liquid,  can  exist  in  contact 
with  each  other.  This  is  known  as  the  critical  pressure.  Another 
way  to  define  critical  pressure  is,  the  pressure  which  is  just  sufficient 
to  produce  liquefaction  at  the  critical  temperature. 

Experimental  Determination  of  Critical  Pressure.  A  glass 
capillary  about  30  cm.  long,  internal  diameter  about  i  mm.,  AB^  in 
Fig.  31,  is  filled  with  the  liquid  to  be  investigated,  confined  by  mer- 
cury as  indicated.    It  is  cemented  into  a  metallic  sleeve  which  forms 

*  At  one  time  a  distinction  was  drawn  between  the  terms  gas  and  vapor.  A 
substance  in  the  gaseous  state  was  called  a  vapor  when  below  its  critical  temper- 
ature, and  a  gas  when  above  it.  There  is  no  advantage  to  be  derived  from  main- 
taining this  old  usage;  water  vapor  above  water  at  20°  is  a  gas  in  all  its  properties 
just  as  much  as  the  air  in  which  it  is  dissolved. 
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a  connection  with  a  copper  capillary  leading  to  the  pressure  gauge  G 
and  the  pump  P,  This  pump  is  merely  a  metallic  cylinder  with  a 
piston  which  may  be  screwed 
in.  The  cylinder,  gauge,  and 
capillary  tubes  are  filled  with 
paraffin  oil.  Heat  the  glass 
capillary  and  raise  the  pres- 
sure until  the  cloudy  ring  ap- 
pears and  disappears.  Note 
the  pressure  on  the  gauge. 
Repeat  several  times  and  take 
the  average  of  all  the  readings. 
Critical  Concentration. 
The  gas  laws  are  the  expres- 
sion of  the  interrelationship 
between  the  three  variables, 
pressure,  temperature,  and  vol- 
ume. If  the  first  two  are  fixed 
the  third  is  likewise  deter- 
mined.   Therefore  a  given 


Fig.  31. 


quantity  of  a  gas  at  its  critical  temperature  and  pressure  must 
occupy  a  definite  volume.  This  is  called  its  critical  volume.  As  the 
temperature  rises  a  liquid  expands,  its  density  becomes  less,  its  con- 
centration (quantity  per  unit  volume)  becomes  less.  As  the  pressure 
increases  the  volume  of  a  gas  becomes  less,  its  density  (concentra- 
tion) becomes  greater.  Thus  when  we  have  the  two  phases  in  con- 
tact and  carry  out  the  experiment  just  described,  their  concentrations 
become  more  and  more  nearly  the  same.  When  the  critical  condi- 
tions are  reached  the  two  concentrations  (or  densities)  are  the  same. 
Thus  we  may  define  critical  density  or  concentration  as  that  density 
or  concentration  possessed  by  a  substance  when  at  its  critical  tem- 
perature and  pressure.  It  is  the  same  whether  we  consider  the  sub- 
stance as  a  liquid  or  a  gas. 

It  is  sufficiently  evident  how  we  may  utilize  the  apparatus  shown 
in  Fig.  31,  to  determine  the  critical  concentration  or  density  simul- 
taneously with  the  other  critical  constants. 

The  actual  facts  are  perhaps  not  quite  so  simple  as  this  reasoning. 
Pinhead-sized  bits  of  glass  of  different  specific  gravities  were  enclosed 
in  a  tube  of  carbon  tetrachloride  and  this  was  raised  to  its  critical 
temperature.     The  bits  of  glass  floated  at  different  levels,  proving 
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the  existence  of  different  densities  through  a  range  of  several  degrees 
above  the  temperature  at  which  the  meniscus  disappeared.*  Per- 
haps the  statement  that  the  two  phases  become  identical  at  the 
critical  temperature  is  not  strictly  accurate. 

Critical  Constants.  The  following  is  a  short  table  of  some  crit- 
ical temperatures,  pressures,  volumes,  and  densities.  /«  denotes  the 
critical  temperature  on  the  centigrade  scale.  Pc  denotes  the  critical 
pressure  in  atmospheres.  Vc  denotes  the  volume  in  cm'  occupied  at 
the  critical  temperature  and  pressure  by  a  quantity  of  the  substance 
which,  as  a  gas,  at  o°  and  760  nun.  would  occupy  one  cm',  dc  denotes 
the  density  based  on  water  at  4**  as  unity. 
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C,H*OH. 
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C,H4.... 

O, 

N, 
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194.61 
62.76 
35.8 
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SI  7 
SO. 8 

35. 
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0.003864 

0.429 

0.00713 

0.288 

0.01584 

0.20S 

0.00428 

0.4S 

0.00569 

0.21 

0.004042 

0.604 

0.004603 

0.37 

It  will  be  noticed  that  the  pressures  needed  to  produce  liquefaction 
are  not  large  but  that  the  temperatures  to  which  some  gases  must  be 
cooled  are  very  low. 

Liquefaction  of  Air.  In  1895  Linde,  in  Germany,  and  Dewar 
and  Hampson,  in  England,  simultaneously  developed  machines  which 
furnished  liquid  air  in  large  quantities.  These  machines  consist 
essentially  of  a  compressor  pump,  an  arrangement  for  removing  all 
the  moisture  from  the  air  to  be  liquefied  (this  is  essential,  as  any 
moisture  would  solidify  and  stop  up  the  tubes),  and  also  a  cylinder 
of  lump  sodium  hydroxide  to  remove  carbon  dioxide.  This  latter 
arrangement  is  not  essential,  for  stoppage  by  solid  carbon  dioxide 
seldom  occiu^  and  the  solid  carbon  dioxide  may  be  filtered  out  from 
the  liquid  air  at  the  end  of  the  process. 

In  the  Linde  machine  the  air  is  compressed  to  about  200  atmos- 
pheres, passed  through  a  cylinder  of  calcium  chloride  to  remove  most 
of  the  moisture,  and  is  given  a  preliminary  cooling  by  passing  through 
a  coil  of  large  diameter  pipe  immersed  in  a  freezing  mixture  of  crys- 
talline caldum  chloride  and  crushed  ice.    Almost  all  the  remaining 

•  G.  Tdchncr,  Annal.  d.  Pkysik.^  13,  595-^10  (1904). 
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moisture  deposits  as  ice  within  this  coil.  The  air  then  passes  into  a 
long  spiral  tube  which  is  insulated  from  heat,  and  is  allowed  to  ex- 
pand through  a  valve  down  to  a  pressiure  of  about  15  atmospheres. 
This  expansion  cools  it  a  good  deal.  At  the  further  end  of  the  long 
insulated  coil  it  expands  through  a  second  valve  down  to  atmos- 
pheric pressure,  and  this  expansion  produces  an  additional  cooling 
effect.  Now,  instead  of  escaping,  the  air  which  has  been  thus  cooled 
is  forced  to  travel  backward  to  cool  the  oncoming  air.  This  is  ac- 
complished by  means  of  concentric  tubes,  a  construction  very  similar 
to  a  Liebig  condenser;  that  is,  the  tube  through  which  the  air  comes 
from  the  pump  is  surrounded  by  a  larger  tube  throughout  its  length, 
and  the  air  which  has  passed  through  the  expansions  travels  back 
through  the  outer  tube.  Thus  the  next  lot  of  air  expands  from  a 
lower  temperature  and  we  get  an  increase  of  cooling  effect.  This 
cooler  air,  traveling  back,  cools  the  oncoming  air  yet  more,  and  by 
this  self-intensification  process  the  temperature  is  ultimately  re- 
duced to  the  point  where  the  last  expansion  results  in  the  liquefaction 
of  a  part  of  the  air.  The  rest  of  the  air,  which  does  not  liquefy,  is 
nevertheless  at  the  temperature  of  liquid  air,  and  traveling  back 
through  the  outside  tube  cools  the  oncoming  air  to  such  an  extent 
that  a  still  larger  proportion  liquefies  in  the  final  expansion. 

Dewar  Vacuum  Jacketed  Vessels.  The  liquid  air  is  collected 
in  Dewar  vacuiun  jacketed  vessels.  Two  flasks  or  test  tubes  are 
blown,  one  within  the  other,  leaving  a  spherical  or  cylindrical  space 
about  one  centimeter  thick  between  them.  This  space  is  evacuated 
as  perfectly  as  possible  with  the  best  mercury  pumps,  and  is  then 
sealed.  A  perfect  vacuum  is  the  best  heat  insulator  known.  These 
vessels  are  often  silvered  within  the  annular  space  before  evacuation, 
in  order  that  they  may  reflect  radiant  energy  and  thus  further  hinder 
the  passage  of  heat  through  the  vacuum  jacket. 

The  Thomson- Joule  Effect.  The  cooling  effect  produced  by 
the  expansion  of  a  gas  through  a  small  aperture  depends  upon  the 
variations  from  the  gas  laws.    This  is  known     


u 


as  the  Thomson- Joule  effect.  p 

Suppose  that  we  have  a  cylinder  with  two 
frictionless  pistons  and  a  partition  contain-    ""^ 
ing  a  small  aperture  as  shown  in  Fig.  32.  *^*  ^^* 

Let  p  equal  the  pressure  on  the  left-hand  piston  and  p'  equal  the 
pressure  on  the  right-hand  piston.  Let  v  equal  the  volume  of  the 
gas  in  the  left-hand  space,  and  v'  equal  the  volume  in  the  right-hand 
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space.  Let  U  equal  the  internal  energy  of  the  gas  in  the  left-hand  space 
and  t/'  equal  the  internal  energy  of  the  gas  in  the  right-hand  space. 
Now,  suppose  the  right-hand  piston  close  against  the  partition, 
and  exert  a  pressure  on  the  left-hand  piston  driving  all  of  the  gas 
through  the  aperture.  When  this  has  been  done,  the  left-hand 
piston  will  be  against  the  diaphragm  and  the  right-hand  piston  will 
have  moved  outward  against  the  pressure  p\  It  is  evident  that 
pv  =  work  done  on  the  gas,  and  p'v'  =  work  done  by  the  gas.  Now 
if  ^  =  ^'v'  there  is  evidently  no  change  in  the  internal  energy  of  the 
gas,  no  change  in  temperature,  and  U  =  U\ 

But  suppose  pv  is  less  than  />'r';  then  the  gas  does  more  work  than 
is  done  upon  it.  It  can  do  this  only  at  the  expense  of  its  own  internal 
energy,  its  heat;  therefore  U'  is  less  than  U  and  we  have  a  cooling 
effect. 

Suppose  ^  to  be  greater  than  p'v\  then  the  gas  will  have  a  greater 
internal  energy  after  having  passed  through  the  aperture  than  before, 
f/'  is  greater  than  f/,  and  the  result  of  the  expansion  is  a  heating 
effect. 

We  may  summarize  these  facts  as  follows:  When  pv  =  ^V,  ».«., 
when  the  gas  laws  hold,  U  =  U'  and  there  is  no  change  in  tempera- 
ture. When  pv  <  p*v'  the  gas  does  more  work  than  is  done  upon  it, 
U'  <U  and  there  is  a  cooling  effect.  When  pv  >  p'v'  the  gas  does 
less  work  than  is  done  upon  it,  i/'  >  U  and  there  is  a  heating  effect. 
Application  to  Andrews'  Isotherms.  It  will  be  remembered 
from  Chapter  XI  that  Andrews'  isotherms  are  constructed  by  laying 

off  values  for  the  product  pv  on 
the  vertical  and  values  for  p  on 
the  horizontal.  If  the  gas  laws 
formulated  the  behavior  of  gases 
we  should  so  obtain  straight  hor- 
izontal lines.  But  the  actual  ex- 
perimental values  when  plotted 
give  us  curves  such  as  that  in 

Fig-  33. 
Suppose  we  have  a  gas  under 

a  pressure  OC  in  Fig.  33,  with 


1 


Fig-  ii- 


the  pv  value  represented  by  AC^  and  that  we  allow  it  to  expand  to 
the  lower  pressure  OD  when  it  shows  the  ^V  value  represented  by 
BD.  Evidently  pv  <  />V  and  this  expansion  must  be  accompanied 
by  a  cooling  effect. 
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Suppose  we  have  a  gas  under  a  pressure  OC'  with  the  pv  value 
A'C  and  expand  it  to  the  pressure  Olf  and  find  its  p'rf  value  to  be 
B'D\  In  this  case  pv  >  ^V  and  this  expansion  must  be  accompanied 
by  a  heating  effect. 

If  the  Andrews'  isotherm  for  the  gas  were  a  straight  horizontal 
line,  if  the  gas  were  ideal  and  its  behavior  corresponded  exactly  to 
the  gas  laws,  pv  would  equal  />'»'  and  there  could  be  neither  heating 
nor  cooling.  It  is  thus  clear  that  machines  for  the  liquefaction  of  air, 
or  other  gases,  will  prove  effective  only  if  the  gas  shows  deviations 
from  the  formulations  of  the  gas  laws. 

The  nearer  gases  are  to  their  points  of  condensation  the  greater 
their  divergences  from  the  gas  laws,  therefore,  the  greater  the  effect 
of  a  given  expansion.  Thus  a  preliminary  cooling  given  to  the  air 
before  passing  into  the  machine  and  undergoing  the  expansions  is 
always  a  saving  of  labor  and  time. 

At  ordinary  temperatures  hydrogen  varies  from  the  gas  laws  in  the 
sense  of  the  ascending  portion  of  Andrews'  isotherm,  indicated  by 
the  positions  A'  and  B\  Thus  hydrogen,  compressed  and  sent 
through  a  liquid-air  machine,  instead  of  cooling  itself  will  become 
gradually  hotter,  unless  it  is  first  cooled  to  a  point  where  its  devia- 
tions from  the  gas  laws  correspond  to  the  conditions  indicated  by  the 
positions  A  and  B. 

Uses  for  Liquid  Air.  Only  one  industrial  application  for  liquid 
air  has  been  found,  the  securing  of  oxygen  from  the  atmosphere. 
Liquid  nitrogen  boils  at  about  — 194°  and  liquid  oxygen  at  about  10° 
higher.  Therefore  liquid  air  always  contains  a  larger  proportion  of 
oxygen  than  the  air  from  which  it  was  made  and,  allowed  to  evapo- 
rate, the  nitrogen  vaporizes  more  rapidly  than  the  oxygen.  By  sub- 
jecting liquid  air  to  fractional  distillation  it  is  possible  to  obtain 
fairly  pure  oxygen.    This  method  is  a  commercial  success. 

The  most  important  uses  for  liquid  air  thus  far  are  in  scientific 
investigations  when  it  is  desired  to  secure  the  lowest  possible  tem- 
perature. With  its  aid,  and  the  aid  of  machines  constructed  on  the 
principle  of  the  liquid-air  machine,  all  known  gases  have  been  lique- 
fied. Helium,  the  last  to  succumb  to  our  efforts,  was  liquefied  in 
1908  by  Kamerlingh  Onnes.* 

As  a  Refrigerant.  As  a  refrigerant  for  ordinary  purposes,  it  is 
not  even  so  efficient  as  ice.  The  heat  of  vaporization  of  liquid  air  is 
about  50  cal.    Raising  one  gram  of  gaseous  air  from  its  boiling  point 

•  Compt,  Rend.f  147, 421-424  (1908). 
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to  o"  requires  i8  cal.,  or  a  total  cooling  c&cct  of  68  cals.  is  obtuned 
from  one  gram  of  liquid  air.  The  heat  of  fusion  of  ice  is  79.2  caL 
1^.,  for  preserving  perishable  food  products,  cold  storage,  and  the 
Eke,  otdinary  ice  is  more  effective,  wdght  for  wet^t,  than  liquid  air. 

HotOTS.  As  a  motive  power  it  is  in  no  sense  different  from 
compressed  air.  Owing  to  the  expansions  a  compressed-«ir  machine 
cools  itself  off  and  condensing  the  moisture  in  the  atmosphere  coats 
itaelf  with  ice,  which  may  interfere  with  the  moving  patts. 

IsotfaemuU  Compres^on.    Thomas  Andrews  in  1869  first  made 
clear  the  principles  underiying  the  process  of  liquefaction.*    Carbon 
dioxide  was  confined  in  a  sealed 
tube  over  mercury;  pressure  could 
be  increased  at  will  and  the  ap- 
paratus   was   in    a   water   bath 
maintained  at  a  definite  temper- 
ature.   Holding  the  temperature 
constant  at  15.1°  he  determined 
a  series  of  pai^  of  values  for  p 
and  V  which,  laid  c^  on  a  co6r< 
dinate  system  and  joined,  gave 
the  curve  mailed  13.1'  in  Fig. 
34.     Changing   the  temperatuie 
of  the  bath  to  11.5°  and  repeat- 
ii^,  he  obtained  paiis  of  values 
A  which  gave  the  isothenn  marked 
215°  i"*  '^*^  figure.    In  *>>ig  same 
way  he  obtained  all  the  isotherms 
shown  and  more. 
Consider  the  isothenn  for  21.5°.    At  A  we  have  a  gas  occupying  a 
fairly  large  volume  under  a  fairly  low  pressure.    As  the  pressure  in- 
creases the  volume  diminishes  until  point  B  is  reached  where  a  marked 
change  in  the  behavior  is  obser\ed.    Attempts  to  increase  the  pres- 
sure fail,  the  volume  diminishes  while  the  pressure  remains  constant, 
as  is  shown  by  the  horizontal  part  of  the  cur\'e.     Inspection  of  the 
contents  of  the  tube  shows  that  liquefaction  begins  at  B  and  the  dimi- 
nution in  volume  corresponds  to  a  diminution  in  the  quantity  of  the 
gas  and  an  increase  in  the  quantity  of  the  liquid.    The  pressure  cor- 
responding to  this  horizontal  is  the  vapor  pressure  of  liquid  carbon 
*  Phil.  Tratu.  Ray.  Soc.,  London,  154,  575  (iS6g),  and  166,  431  (1876);  PkU 
Hot  <S)  I,  S7  (1876). 
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dioxide  at  the  temperature  21.5°.  At  C  all  the  gas  has  been  liquefied 
and  from  C  to  D  large  increase  in  the  pressure  produces  but  small 
decrease  in  the  volume.  The  carbon  dioxide  shows  the  small  com- 
pressibility of  a  liquid. 

Isotherms  at  lower  temperatures  show  longer  horizontal  stretches, 
at  higher  temperatures,  shorter.  The  isotherm  for  31.1°  (or  one  a 
fraction  of  a  degree  above  it)  shows  only  a  nick.  The  position  of  this 
nick  gives,  simultaneously,  the  critical  temperature,  pressure,  and  con- 
centration. At  temperatures  above  this  there  is  no  horizontal  part  at 
all  and  succeeding  isotherms  become  more  and  more  regular  hyperbolas 
corresponding  to  Boyle's  law  which  states  that  ^  =  a  constant. 

These  horizontal  stretches  thus  delimit  the  conditions  within  which 
we  can  have  the  substance  CO2  in  the  two  phases,  gaseous  and 
liquid,  in  contact  with  each  other.  If  we  operate  above  31.3°,  it  is 
impossible  for  us  to  have  the  two  phases  and  we  pass  continuously 
from  the  gaseous  to  the  liquid  condition  without  the  least  indication 
of  any  abrupt  change.  These  diagrams  and  considerations  make 
dear,  as  nothing  else  can,  the  significance  of  the  critical  temperature, 
pressure,  and  volume  (or  concentration)  of  a  substance. 

Gibbs'  Phase  Law.  The  phenomena  we  have  before  us  are  some 
of  many  which  are  profitably  formulated  in  what  is  known  as  Gibbs' 
phase  law.  This  is  more  commonly  called  Gibbs'  phase  rule,  but 
inasmuch  as  it  formulates  experimental  facts,  and  all  other  such 
formulations  are  called  laws,  law  is  the  better  name  for  it.  It  is  one 
of  the  six  or  eight  greatest  generalizations  we  have,  and  a  potent  aid 
in  systematizing  our  subject  and  remembering  facts.  Its  full  signifi- 
cance can  be  appreciated  only  by  applying  it  to  case  after  case.  We 
shall  therefore  state  it  now  in  order  to  be  able  to  point  out  how  it 
applies  to  niunerous  experimental  facts  described  in  this  and  suc- 
ceeding chapters.  But  before  we  can  state  it  we  must  define  certain 
terms  in  the  sense  in  which  they  are  used  in  this  formulation. 

System.  A  system  is  any  substance  or  group  of  substances  which 
we  may  elect  to  study,  considered  as  isolated  from  the  surroundings. 
For  instance,  we  may  be  investigating  a  gas  in  process  of  liquefaction, 
or  some  solid,  a  solution  of  that  solid  and  the  gas  above  it,  or  any 
other  group  of  substances.  It  is  convenient  to  refer  to  the  whole 
group  as  "  the  system."  By  "  isolated  "  we  do  not  necessarily  mean 
conq)letely  isolated,  for  we  often  consider  that  heat  is  given  to  the 
system  or  taken  from  it.  Moreover,  it  is  practically  impossible  to 
camfietdy  isolate  any  system. 
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Equilibrium.  Processes,  changes,  occur  within  a  system;  more 
and  more  gas  liquefies,  more  solid  dissolves,  etc.  While  this  sort  of 
change  is  going  on  the  system  is  not  in  equilibrium.  But  if  we  de- 
termine just  how  much  of  each  thing  is  there,  then,  after  a  time, 
again  investigate  and  find  none  of  our  measured  quantities  have  al- 
tered, we  say  the  system  is  in  equilibrium. 

The  kinetic  pictures  we  shall  later  imagine  as  to  the  conditions  of 
equilibrium  are  more  or  less  theoretical,  but  by  the  word  equilibrium 
we  convey  the  simple  straightforward  fact  that  no  quantity  in  the 
system  alters  with  time. 

Phase.  Each  different,  homogeneous  part  of  a  system  we  call  a 
phase.  Thus  the  tube  containing  liquid  and  gaseous  carbon  dioxide, 
with  which  we  illustrated  the  critical  phenomena,  contains  a  system 
of  two  phases,  a  liquid  phase  and  a  gaseous  phase.  The  tube  itself  is 
not  considered  as  part  of  the  system.  It  is  essential,  truly,  to  isolate 
the  system  we  wish  to  study  from  the  siuroundings,  and  it  cannot  be 
said  not  to  take  part  in  the  processes  involved  in  our  study  as  it  con- 
veys the  heat  energy  to  or  from  the  carbon  dioxide,  yet  it  might  have 
been  made  of  other  material  and  the  same  changes  could  be  brought 
about  in  the  objects  on  which  our  attention  is  fixed,  and  therefore  it 
is  not  included  when  we  refer  to  this  "  system." 

A  solid  in  contact  with  a  solution  of  itself  and  with  the  gas  above 
consisting  of  some  of  the  solvent  and  some  of  the  solute,  is  a  system 
of  three  phases,  the  solid,  the  solution,  and  the  gas.  Two  liquids 
miscible  to  certain  extents  in  each  other,  and  the  gas  above  them, 
consisting  of  the  two  solvents,  is  another  system  of  three  phases,  two 
liquid  phases  and  a  gaseous  phase. 

We  can  never  have  more  than  one  gaseous  phase  in  a  system,  be- 
cause all  gases  are  mutually  soluble  in  all  proportions  to  form  homo- 
geneous mixtures.  On  the  other  hand,  there  is  no  limit  to  the  number 
of  diflerent  liquid  or  solid  phases  which  we  may  have.  These  illus- 
trations will  suffice  to  indicate  what  we  mean  by  the  term  phase  and 
to  enable  anyone  to  count  the  phases  in  any  system. 

Homogeneous  and  Heterogeneous  Equilibrium.  When  the 
equilibrium  exists  in  one  phase  we  call  it  homogeneous,  when  it  ex- 
ists between  two  or  more  phases  we  call  it  heterogeneous.  In  Chapter 
XII  we  learned  how  to  calculate  the  degree  of  dissociation  of  gases. 
In  all  the  cases  there  studied,  for  each  temperature  there  is  equilibrium 
between  the  not  dissociated  gas  and  the  products  of  its  dissociation. 
As  all  substances  partidoating  in  the  equilibrium  are  gaseous  these 
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are  all  instances  of  homogeneous  equilibrium.  Equilibria  with  all 
the  interacting  substances  in  one  liquid  phase  are  also  frequent  and 
important.  They  too  are  homogeneous  equilibria.  The  funda- 
mental generalization  for  all  cases  of  homogeneous  equilibrium  is  the 
law  of  mass  action  and  this  is  the  subject  of  Chapter  XXVI.  The 
phase  law  tells  us  nothing  whatever  concerning  homogeneous  equilib- 
rium, but  it  is  the  fundamental  generalization  for  all  cases  of  hetero- 
geneous equilibrium  and  therefore  we  shall  confine  ourselves  for  the 
present  to  the  latter. 

Physical  and  Chemical  Equilibria.  We  may  also  distinguish  be- 
tween physical  and  chemical  equilibria,  considering  equilibria  exist- 
ing between  conditions  of  aggregation,  as  between  ice,  water,  and 
water  vapor,  as  physical,  and  equilibria  between  substances  and  the 
products  of  their  reaction  as  chemical. 

Component.  Sometimes  a  little  difficulty  is  found  in  compre- 
hending the  exact  import  of  the  term  component,  and  in  differentiat- 
ing between  it  and  the  term  constituent.  In  the  system  which  we 
were  studying,  and  which  introduced  the  subject  of  the  phase  law, 
we  have  liquid  carbon  dioxide  in  contact  with  gaseous  carbon  dioxide 
and  in  equilibrium.  We  have  just  one  chemical  individual,  CO2,  and 
we  say  it  is  a  system  of  one  component.  To  be  sure,  CO2  contains 
carbon  and  oxygen,  but  the  proportions  of  carbon  to  oxygen  are 
fixed  (law  of  constant  proportions),  and  we  cannot  alter  one  without 
altering  the  other.  The  elements  here  are  not  components,  they 
are  constituents.  We  might  add  some  solid  carbon  or  some  gaseous 
oxygen  to  our  system,  but  such  additions  would  not  in  any  wise 
alter  the  equilibrium  we  are  considering,  that  between  liquid  and  gase- 
ous CO2.  Thus  before  a  substance  can  be  called  a  component  it  must 
take  an  active  part  in  the  establishment  of  the  particular  equilibrium 
in  question. 

There  is  yet  another  restriction  to  the  term  which  we  must  under- 
stand before  we  can  count  the  components  in  a  system.  Take  the 
case  described  in  Chapter  XII.  Solid  NH4CI  upon  being  heated 
dissociates  to  NHa  and  HCl.  Evidently  enough  three  different 
chemical  individuals  participate  in  this  heterogeneous  equilibrium, 
and  one  might  jump  at  the  conclusion  that  there  are  three  compo- 
nents. This  conclusion  would  be  wrong.  In  the  sense  in  which  the 
word  is  used  in  the  phase  law  this  system  contains,  under  some  cir- 
cumstances one,  under  other,  two  components.  Suppose  we  heat 
some  solid  NH4CI  in  a  closed  tube  containing  nothing  else.    A  part 
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will  become  gaseous  and  a  part  of  this  will  dissociate  to  equivalent 
quantities  of  NHa  and  HCl.  At  any  definite  temperature  this  will 
proceed  until  a  definite  gaseous  pressure  is  produced  and  then  equilib- 
rium is  reached.  Now  this  equilibrium  is  like  that  in  the  system 
consisting  of  liquid  and  gaseous  CO2.  If  we  raise  the  temperature, 
more  solid  NH4CI  will  vaporize,  dissociate,  and  increase  the  gaseous 
pressure,  or  more  liquid  CO2  will  vaporize  and  increase  the  gaseous 
pressure.  Simultaneously  the  concentrations  of  the  gases  increase. 
Upon  lowering  the  temperature  the  reverse  phenomenon  occurs  in 
both  cases.  NH3  and  HCl  appear  and  disappear  in  equivalent 
quantities  as  if  NH4CI  vaporized  and  sublimed  as  a  whole  without 
dissociation.  Therefore  this  system  is  to  be  considered  as  of  one 
component. 

But  if  we  add  NH3  or  HCl,  either  one  of  the  products  of  the  dis- 
sociation, to  the  system,  they  are  no  longer  present  in  equivalent 
quantities.  Suppose  we  add  some  NHs  and  then  lower  the  tempera- 
ture a  little.  Solid  NH4CI  will  form  as  before.  This  removes  NHj 
and  HCl  in  equivalent  quantities  from  the  gaseous  phase  and  alters 
the  ratio  between  the  concentrations  of  gaseous  NHj  and  HCl.  For 
each  temperature  now  there  is  a  definite  concentration  of  NH|  and  a 
definite  and  different  concentration  of  HCl.  In  other  words,  to  de- 
fine the  equilibrium  conditions  we  must  give  the  quantities  (con- 
centrations) of  two  chemical  individuals.  Acting  upon  this  idea  we 
say,  as  components  we  shall  consider  only  those  chemical  individuals 
whose  concentrations  must  be  stated  in  order  to  define  the  conditions 
of  equilibrium. 

And  still  we  have  not  finished  with  this  rather  troublesome  definition. 
It  might  appear  from  the  foregoing  that  NH3  and  HCl  were  neces- 
sarily the  two  comjwnents  of  the  system.  But  in  such  cases,  where 
we  have  interaction  between  three  substances  it  is  always  the  fact  that 
fixing  the  concentration  of  two  arbitrarily,  the  concentration  of  the 
third  fixes  itself  automatically.  Now  then  it  matters  not  at  all 
which  two  we  dXf  and  so,  if  we  call  them  A ,  By  and  C,  we  may  say 
the  two  components  are  .1  and  By  A  and  C,  or  B  and  C.  Naturally 
we  always  choose  those  two  most  conveniently  determined  analytically. 

To  sum  up:  The  number  of  components  of  a  system  is  the  smallest 
number  of  chemically  individual  substances,  of  independently  variable 
concentrations  the  concentrations  of  which  must  be  defined  to  define 
the  conditions  of  equilibrium.  Of  course  there  is  no  Umit  to  the 
number  of  components  which  we  might  have  in  some  one  system. 
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''Order"  of  Equilibrium.  If  the  system  in  equilibriimi  con- 
tains one  component  we  say  it  is  an  equilibriimi  of  the  first  order,  if 
it  contains  two  components  we  say  it  is  an  equilibriimi  of  the  second 
order,  etc. 

Degrees  of  Freedom.  No  matter  what  the  system  we  may 
have  under  consideration,  there  are  only  three  conditions  which  we 
know  how  to  alter,  namely,  the  temperature,  the  pressure,  and  the 
concentration.  These  are  then  three  variables,  and  if  we  find  we  can 
alter  any  one  of  these,  but  one  only,  we  say  we  have  one  degree  of 
freedom;  if  we  can  alter  two  independently  we  have  two  degrees  of 
freedom;  if  we  can  alter  three  we  have  three  degrees  of  freedom.  It 
is  possible  to  have  more  than  one  variable  concentration  in  one  sys- 
tem and  hence  we  may  have  more  than  three  degrees  of  freedom. 

Application  to  Isothermal  Liquefaction.  The  significance  of 
"  degrees  of  freedom  "  is  easily  comprehended  by  applying  the  idea 
to  the  process  we  have  under  consideration,  the  liquefaction  of  a  gas. 

Suppose  we  have  an  apparatus  as  used  by  Andrews  and  at  the  be- 
ginning we  have  only  gaseous  CO2  enclosed  over  mercury  in  the 
sealed  tube.  We  may  make  the  temperature  high  or  low  through  a 
definite  range  and  may  also  make  the  pressure  what  we  like  between 
certain  limits.  Having  made  both  temperature  and  pressure  conform 
to  our  will,  the  third  variable,  the  concentration,  however,  is  fixed. 
We  cannot  simultaneously  arrange  the  concentration  arbitrarily. 
We  may  choose  a  definite  temperature  and  a  definite  concentration, 
but  if  we  do  so,  we  find  the  pressure  is  automatically  fixed  for  us. 
We  may  choose  a  definite  pressure  and  co^centration,  but  we  can 
realize  them  only  at  one  definite  temperature.  We  have,  as  it  were, 
two  wishes  which  we  may  distribute  as  we  like  among  the  three  vari- 
ables; but  we  cannot  have  three  wishes.  In  the  phraseology  of  the 
phase  rule  we  have  two  degrees  of  freedom,  and  our  system  contains 
one  component  and  one  phase. 

With  this  same  apparatus  let  us  choose  some  definite  tempera- 
ture, say  21.5°,  thus  using  up  one  of  our  degrees  of  freedom,  and  then 
increase  the  pressure.  We  thus  use  our  second  degree  of  freedom 
and  the  concentration  (voliune)  takes  on  automatically  correspond- 
ing values.  Increasing  the  pressure  we  shall  presently  reach  the  point 
(B  in  Fig.  34)  where  liquefaction  begins.  We  now  have  a  system 
of  one  component  and  two  phases,  and,  curiously  enough,  so  long  as 
we  choose  to  hold  the  temperature  constant  we  cannot  alter  the 
pressure,  nor  the  concentration  of  either  phase.    Efforts  to  increase 
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the  pressure  liquefy  more  and  more  gas  until  all  is  liquid,  but  do 
not  alter  the  pressure.  Efforts  to  diminish  the  pressure  cause  more 
and  more  liquid  to  evaporate  until  no  more  is  left.  In  either  case, 
one  phase  disappears  entirely  before  we  can  produce  any  change  in 
the  pressure. 

Evidently  if  we  have  a  system  with  one  component  and  two  phases, 
we  can  choose  a  value  for  only  one  of  the  variables.  We  have  but  one 
degree  of  freedom  of  choice.  This  is  true  without  exception  for  all 
pure  substances,  so  we  can  make  a  broad  generalization  as  follows: 

In  systems  of  one  component  the  number  of  phases  plus  the  de- 
grees of  freedom  is  always  equal  to  three. 

This  is  the  simplest  case  of  the  many  which  are  included  in  the 
general  statement  of  Gibbs*  phase  law.  As  we  bring  up  other  ex- 
perimental facts  we  shall  develop  this  law  to  its  most  general  ex- 
pression, which  is:  If  C  equals  the  number  of  components,  C  -{-  2  is 
the  maximum  number  of  phases  possible.  If  P  is  the  number  of 
phases,  and  F  the  number  of  degrees  of  freedom,  C  +  2  —  -P  =  F. 

Supercooling.  If  we  have  a  gas  (vapor)  at  pressure  temperature 
and  concentration  such  that  a  small  lowering  of  the  temperature 

should  produce  liquefaction  we 
may,  under  some  drciunstances, 
cool  and  yet  not  observe  lique- 
faction. We  have  already  spoken 
of  this  fact  in  the  chapter  on 
radioacti\ity.  Saturated  water 
vapor  may  be  cooled  by  a  sud- 
den expansion  and  yet  no  mist 
forms  unless  dust  particles  or 
charged  ions  are  present  to  act 
as  nuclei.  We  say  the  substance 
is  in  a  supercooled  condition.  In- 
fracooling  would  be  a  more  logi- 
^^'  ^^'  cal  term  than  supercooling. 

Figure  35  is  a  reproduction  of  the  isotherm  for  COjat  21.5°  and  the 
condition  of  a  supercooled  gas,  which  should  be  liquef>ing  but  is  not, 
is  represented  by  positions  on  the  broken  line  portion  of  the  curve 
above  B  and  below  b. 

Stable  and  Metastable  Equilibrium.  A  very  small  thing  will 
upset  the  conditions;  particles  of  dust,  or  charged  ions,  or  best  and 
surest  of  all,  particles  of  the  same  substance  as  a  liquid,  the  other 
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phase,  start  condensation  which  proceeds  until  the  conditions  are 
readjusted  and  they  are  represented  by  some  position  on  the  full  line 
of  the  isotherm.  We  distinguish  then  between  conditions  of  what 
we  call  stable  equilibrium,  all  of  which  are  represented  by  the  full 
line  of  the  isotherm,  and  these  others  which  we  can  realize,  but  which 
a  small  thing  will  upset,  and  which  we  call  metastable  equilibria. 

There  is  no  contradiction  to  Gibbs'  phase  law  in  these  phenomena. 
When  we  have  a  supercooled  gas  there  is  but  one  phase  present,  not 
two.  The  introduction  of  mere  traces  of  the  other  phase  at  once 
starts  a  change  which  does  not  stop  until  conditions  of  stable  equilib- 
rium are  reached. 

Dew.  We  have  many  examples  of  this  phenomenon  on  a  large 
scale.  For  instance,  during  a  hot  sunmier  day  much  water  evaporates 
and  is  held  in  the  atmosphere  as  water  vapor.  In  the  evening,  the 
temperature  falls  and  the  air  is  apt  to  become  supersaturated  with 
water  vapor  and  the  moisture  precipitates  where  there  is  some  mois- 
ture already,  that  is,  on  the  surface  of  the  ground  and  on  vegetation, 
as  dew.  Moreover,  these  objects  radiate  heat  into  space  and  so  cool 
of!  more  rapidly  than  the  air  above  them;  this,  of  course,  increases 
the  deposition  of  dew.  Clouds  hinder  radiation  into  space  and  less 
dew  deposits  on  cloudy  than  on  clear  nights. 

Formation  of  Clouds.  Again,  after  a  hot  and  windless  day,  dust 
has  settled;  it  may  grow  cooler  and  a  supercooled  condition  may 
exist  at  an  elevation.  If  we  watch  for  it,  we  may  frequently  see  a 
small  cloud  grow  to  many  times  its  size.  It  is  surprising  how  few 
appear  to  have  observed  this  common  phenomenon.  It  sometimes 
happens  that  the  atmosphere  becomes  so  supersaturated  that  clouds 
form  with  extreme  rapidity,  and  we  get  heavy  showers,  occasion- 
ally what  we  describe  as  a  cloud-burst. 

Superheating.  On  the  other  hand,  we  know  that  water  in  a  per- 
fectly clean  flask  may  be  heated  above  its  boiling  point.  This  is  only 
too  readily  shown,  especially  when  we  try  to  boil  solutions  of  the 
alkalies  which  clean  a  flask  or  beaker  of  all  grease.  The  liquid  super- 
heats and  then,  suddenly,  a  volimie  of  vapor  forms  which  throws  out 
part  of  the  contents.  The  liquid  "  bimips."  Globules  of  water  sus- 
pended in  oil  of  the  same  specific  gravity  have  been  heated  to  145**. 

The  conditions  of  superheated  liquids  are  represented  by  positions 
on  the  prolongation  of  the  curve  DC  below  C  and  above  c.  These 
are  likewise  conditions  of  metastable  equilibrium,  but  one  phase  is 
present  where  there  should  be  two  and  the  phase  law  does  not  apply. 
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Small  things  upset  the  metastable  equilibrium.     The  presence  of  the 
least  particle  of  the  vapor  prevents  such  superheating. 

Glass  beads,  platiniun  scrap,  bits  of  porcelain,  sharp  edges  of 
almost  any  sort  diminish  bimiping  because  they  appear  to  facilitate 
the  formation  of  the  first  bubble  of  vapor.  Porous  substances  such 
as  pumice,  even  capillary  tubes  full  of  air,  act  in  the  same  way. 

Prolongations  of  the  Isotherm.  We  can  then  realize  conditions 
represented  by  a  prolongation  of  the  isotherm  AB  beyond  B  in  the 
direction  of  b  and  by  a  prolongation  of  DC  beyond  C  in  the  direc- 
tion of  c.  All  conditions  for  stable  equilibrium  are  represented  by 
positions  on  the  full  lines  joining  ^4,  5,  C,  and  D, 

There  appear  to  be  limits  to  our  ability  to  proceed  along  the  parts 
Cc  and  Bb,  If  we  overstep  these  limits,  even  though  no  particle  of 
the  second  phase  has  been  introduced,  it  will  form  and  then  of  course 
the  system  will  readjust  itself  to  the  stable  state. 

Application  of  van  der  Waals'  Equation.  It  is  exceptionally 
interesting  that  we  can  derive  these  prolongations  from  van  der  Waals' 

equation.  Multiplying  both  sides  of  the  equation  ( ^ + %]  (r  —  ft)  =  RT 
by  v^  we  obtain,  {pr^  +  a){v  —  b)  =  RTv^,  Multiplying  out  and  ar- 
ranging we  obtain  v^  —  lb  +  —r-W  "f"I^  ""  T  ~  ^-  ^^^  ^^  ^^  equa- 
tion of  the  third  order  and  so  for  a  definite  temperature  and  pressure 
there  are  three  values  for  v.  Inserting  values  for  T  and  p  and  solving 
for  the  values  of  v  we  obtain  the  sinuous  cur\T  shown  in  Fig.  35, 
wherein  the  portion  so  calculated  but  not  realized  is  indicated  by 
dots,  not  dashes. 

Labile  State.  It  will  be  noticed  that  on  this  theoretical  isotherm 
we  have  a  part,  from  r,  the  lowest  point,  to  ft,  the  highest,  where  in- 
crease in  pressure  appears  to  be  accompanied  by  an  increase  in  vol- 
ume, a  wholly  unrealizable  state  of  affairs.  This  is  sometimes  called 
the  labile  state. 

"  Complete  "  Equilibrium.  There  is  another  feature  of  the  con- 
ditions here  represented  to  which  attention  must  be  called.  Along 
the  horizontal,  from  B  to  C,  we  may  have  a  series  of  different  volumes 
at  one  temperature  and  one  pressure.  But  the  concentrations  of 
the  phases  remain  the  same  even  though  the  volume  is  altered.  Wc 
cannot  alter  one  of  the  variables  (pressure,  temi>erature,  concentra- 
tion) without  causing  the  total  disapfx^arance  of  one  phase.  A 
slight  increase  in  pressure,  maintained,  will  Kquefy  all  the  gas;   a 
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slight  decrease  in  pressure,  inaintained,  will  vaporize  all  the  liquid. 
When  the  conditions  are  these  the  system  is  said  to  be  in  ''  complete  " 
heterogeneous  equilibriimi. 

Mobile  Equilibrium.  In  another  class  of  S3rstems  a  change  in 
one  variable  does  not  cause  the  disappearance  of  a  phase  but  only  a 
corresponding  change  in  another  variable,  the  concentration.  It 
will  be  ^ell  to  give  an  illustration  though  properly  its  consideration 
comes  later.  Suppose  we  have  a  solution  in  equilibriiun  with  gaseous 
solvent  above  it.  The  gaseous  pressure  is  the  vapor  pressure  of  the 
solution  at  that  temperature.  Holding  the  temi>erature  constant 
let  us  diminish  the  pressure.  Some  solvent  will  evaporate,  but  this 
increases  the  concentration  of  the  solution.  The  more  concentrated 
the  solution  the  less  its  vapor  pressure,  so  we  shall  soon  have  equilib- 
riiun again  but  with  a  lower  pressure  and  different  concentrations 
in  two  phases.  Holding  the  temperature  constant  let  us  increase 
the  pressure.  Some  solvent  will  condense.  This  diminishes  the  con- 
centration of  the  solution  and  increases  its  vapor  pressure,  and  soon 
we  have  equilibriiun  again,  but  this  time  with  a  higher  pressure. 
This  system  is  said  to  be  in  mobile  equilibrium.  The  fundamental 
difference  between  "  complete  "  and  "  mobile  "  equilibrium  is  suffi- 
ciently apparent. 

An  old  mechanical  analogy  is  helpful  in  fixing  these  terms  in  mind. 
A  cone  standing  on  its  base  is  in  stable  equilibrium.  If  a  force  is 
applied  in  such  a  way  as  to  tilt  it  slightly  it  will  resume  its  original 
position  as  soon  as  the  force  is  removed.  A  cone  on  its  side  may  be 
likened  to  a  system  in  mobile  equilibrium.  We  may  roll  it  to  a  new 
position  and  it  will  remain  there  with  no  tendency  to  resume  its 
original  position.  A  cone  balanced  on  its  apex  is  in  metastable 
equilibrium.  Under  exceptional  conditions  we  can  have  the  cone 
remaining  in  this  position  indefinitely,  but  a  very  small  thing  will 
upset  it  and  it  will  fall  until  it  reaches  a  position  of  stable  or  mobile 
equilibrium.  A  cone  supported  by  its  apex  alone  and  at  a  slant  is 
in  the  act  of  falling;  it  is  in  a  labile  state.  We  cannot  produce  this 
condition  in  such  a  way  as  to  hold  it  even  for  a  short  interval  of 
time.  It  may  be  considered  as  the  condition,  or  conditions,  through 
which  a  system  may  pass  while  undergoing  a  change.* 

Calculation  of  the  Critical  Constants.  The  higher  the  tempera- 
ture at  which  the  isotherm  is  determined  the  shorter  the  horizontal 
BC  and  the  flatter  the  sinuosities,  until,  at  the  critical  temperature 

*  The  term  labile  is  sometimes  used  as  if  it  were  synonymous  with  metastable. 
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there  is  no  horizontal  line,  but  merely  a  nick;  call  it  a  p(»nt 
Then  at  this  temperature  the  three  values  calculable  for  v  become 
the  same.  Here  then  the  three  roots  of  the  equation  on  page  270 
become  identical,  and  this  root  must  be  Vc,  the  critical  volume. 

(nnr\  i 

b  +  -—)  by  g,  -  by  r,  and  —  by  s, 
PIP  P 

and  we  have,  v*  —  ^  +  it— 5  =  0.  The  theory  of  equations  tcUs 
us  that  in  an  equation  of  this  form  when  the  three  roots  are  the 

same,  v^,  that  r^  =  -» 1;^*  =  ->  Vc'  =  s.    Then  3 r©  =  ^ 4-— r* ;  3 ^'c*  =t; 

3  1'  P  P 

Vc^  =  "7"     For  these  conditions  we  have  the  critical  pressure  Pe  and 

the  critical  temperature  Te.  Combining  the  second  and  third  of 
our  expressions  we  find  Vc  =  ^b.  Substituting  this  value  in  the  sec- 
ond we  find  pe  =  — 75  •     Substituting  these  two  values  in  the  first 

equation  we  find  Tc  =  — r^y  and  thus  we  have  the  critical  constants 
^  27  bR 

expressed  in  terms  of  van  der  Waals'  corrections  to  the  gas  laws. 
By  this  means  we  may  calculate  the  values  of  a  and  b  for  any  sub- 
stance from  a  knowledge  of  its  critical  constants  or,  conversely,  we 
may  calculate  the  critical  constants  from  a  knowledge  of  the  values 
of  a  and  b. 

Law  of  Corresponding  Conditions.  A  very  remarkable  deduc- 
tion may  be  made  from  van  der  Waals'  equation.  Instead  of  ex- 
pressing the  values  for  p,  v,  and  T  in  the  usual  units  let  us  express 
them  all  as  fractions  of  the  critical  values  of  these  quantities.    Let 

h  ft  T 

r  =  ^;   then  p  —  Tpe\  let  n  =  — >  then  v  =  nvc\  let  w  =  ^r»  then 
pc  %  ^  c 

T  =  mTc,  Substitute  these  values  in  van  der  Waals'  equation.  We 
then  have  ypc-^j-  ,-T2)  (wi'e  —  6)  =  RtnTe.  Now  in  this  equation 
substitute  the  values  we  have  just  found  for  the  critical  constants, 

3  b  for  Vcf  — Ti  for  pe  and  — ^  for  Te  and  we  discover  the  extraor- 

^  27^        '^  2T  Rb 

dinary  fact  that  terms  cancel  until  the  equation  takes  on  the  very 

simple  form,  (^  +  -^j  (3  »  —  i)  =  8  w.    Not  a  quantity  remains  which 

is  peculiar  to,  or  characteristic  of,  any  one  substance;  a  and  b  and 
even  the  gas  constant  have  disappeared.    We  have  only  fractions 
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of  the  critical  conditions  expressing  their  interrelationships,  and  this 
equation  ought  to  hold  for  any  and  all  substances. 

Reduced  Equation  of  Conditions.  This  is  called  the  ''  reduced 
equation  of  conditions,"  and  it  tells  us  that  we  should  compare  sub- 
stances when  their  pressures,  etc.,  are  the  same  fractions  of  the 
critical  constants  of  the  several  substances.  It  makes  dear  that  the 
critical  constants  are  most  fundamental  and  characteristic  values. 

This  reduced  equation  tells  us  that  whatever  particular  value  we 
find  for  a  particular  substance  under  definite  conditions,  we  ought  to 
find  the  same  value  for  that  property  for  any  other  substance,  pro- 
vided we  investigate  it  under  the  same  conditions  with  relation  to  its 
critical  constants.  For  instance,  all  liquids  should  have  the  same 
vapor  pressures  at  temperatures  which  are  the  same  fractions  of  the 
critical  temperatures.  We  have  already  had  occasion  to  allude  to 
one  instance  of  this  in  connection  with  our  comparisons  of  molecular 
volumes,  and  there  stated  that  these  volumes  were  appropriately 
compared  at  the  boiling  points  because  these,  on  the  absolute  scale, 
are  close  to  two-thirds  of  the  critical  temperatures. 

Like  so  many  of  these  eminently  simple  and  obvious  conclusions 
reached  by  mathematical  or  thermodynamical  processes  it  does  not 
accurately  formulate  the  facts.  It  represents  an  ideal  and  not  the 
real,  experimentally  found  relationships,  just  as  the  simple  gas  laws 
do  not  formulate  the  actual  behavior  of  any  known  gas.  This  must 
not  be  taken  to  indicate  that  there  is  anything  the  matter  with  our 
mathematics,  but  rather  that  there  is  some  error  or  omission  in  our 
premises.  All  such  results  are  just  as  accurate  as  the  premises  but 
not  more  so.  The  premises  are  the  result  of  actual  laboratory  experi- 
ment and  are  thus,  from  all  points  of  view,  of  the  greatest  importance. 
One  experiences  such  a  feeling  of  satisfaction  upon  completing  a 
deduction  of  this  sort  that  it  is  but  natural  to  exaggerate  what  has 
been  accomplished,  and  there  is  therefore  a  tendency  to  get  farther 
and  farther  away  from  the  fundamental  experimental  facts  which 
must  be  won  at  such  an  expenditure  of  time  and  labor  in  the  labora- 
tory, and  to  indulge  in  longer  and  longer  mathematical  flights,  for 
which  less  patient  plodding  is  needed.  These  flights  sometimes  lead 
to  formulae  which,  as  Armstrong  puts  it,  are  raised  to  the  nth  power 
of  improbability.  While  this  remark  does  not  apply  to  the  equation 
just  derived,  it  will  not  be  amiss  to  plead  in  favor  of  remaining  within 
communicating  distance  of  the  objective  universe  while  we  disport 
in  the  subjective. 


CHAPTER  XXI 
VAPOR  PRESSURE 

When  we  have  a  liquid  or  a  solid  in  a  closed  vessel,  a  portion  of  it 
becomes  vapor  and,  as  such,  exerts  a  pressure  like  all  gases.  This 
gaseous  pressure  reaches  a  maximum  for  a  definite  temperature,  and 
this  maximum  is  the  vapor  pressure  of  that  liquid  at  that  temperature. 
We  may  consider  vapor  pressure  as  the  measure  of  the  tendency  of 
the  substance  to  become  a  gas. 

Many  solids,  of  course,  at  ordinary  temperatures,  do  not  give 
enough  vapor  for  us  to  measure  the  resulting  gaseous  pressures. 
Yet  we  consider  all  substances  as,  theoretically  at  least,  having 
vapor  pressures.  This  is  not  so  severe  a  stretch  of  the  imagination 
as  it  might  at  first  appear  to  be.  A  number  of  metals,  just  after 
being  vigorously  rubbed,  have  distinctly  perceptible  odors.  What 
else  can  cause  this  but  traces  of  the  metal  as  a  vapor?* 

Measurement  of  Vapor  Pressure.  There  are  two  methods  <rf 
measuring  vapor  pressure,  the  static  and  the  dynamic.  We  shall 
first  consider  the  static  method. 

Static  Method.  The  following  is  an  easily  carried  out  and  in- 
structive experiment.  Four  barometer  tubes  are  inverted  over  mer- 
cury. By  means  of  pipettes  with  their  ends  curved  upward,  insert  a 
small  quantity  of  water  in  one,  of  alcohol  in  the  next,  and  of  ether  in 
the  next.  Leave  the  fourth  with  no  addition  as  a  measure  of  the 
barometric  pressure.  The  mercury  falls  a  few  riiillimeters  in  the  tube 
in  which  water  was  put,  considerably  more  in  that  in  which  alcohol 
was  put,  and  most  in  that  in  which  ether  was  put.  Vapor  pressures 
of  different  substances  are  thus  shown  to  be  different.  The  fall  of 
the  mercury  is  evidently  a  direct  measure  of  the  gaseous  pressure 
produced  by  the  vapor  of  the  substance  in  the  space  which  was 
originally  a  Torricellian  vacuum. 

Efifect  of  Temperature.  Raise  the  temperature  by  surrounding 
the  tubes  with  jackets  of  a  heating  liquid  or  gas.    The  mercury  falls, 

*  Vapor  tension  is  a  term  sometimes  used  instead  of  vapor  pressure.  But 
vapor  pressure  is  to  be  preferred  inasmuch  as  the  measure  is  of  a  gaseous  pressure. 
Vapor  tension  reminds  one  of  surface  tension,  a  wholly  different  quantity,  and 
might  lead  to  confusion.    Moreover,  we  do  not  need  two  names  for  one  thing. 
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that  iSy  the  vapor  pressure  increases  with  the  temperature.  This  is 
an  invariable  rule,  no  exceptions  are  known.  Following  is  a  table  of 
the  vapor  pressures  of  these  substances  (and  of  ice)  at  different  tem- 
peratures. 

VAPOR  PRESSURES  IN  mm.  OP  MERCURY 


Tcmpenittire. 

Water. 

Ice. 

Alcohol. 

Ether. 

-50 
—40 

0.034 
o.ios 
0.292 
0.787 
1.257 
1.974 
3.032 

4.579 

—30 

—  20 

—  IS 

0.960 

1.451 
2.159 
3.167 

4.579 
6.528 

9.179 
12.728 
17.406 
23.546 
31.555 
41.853 
54.97 

71.50 
92.17 

117.77 
149.21 

187.51 

233  79 
289.32 

355.47 

433  79 
526.00 

634.01 

760.00 

I  075.4 

1  491 

2  030 
2  718 
3581 
4651 
5961 
7546 
9442 

3  34 

62.99 

—  10 

— s 

6.47 

III. 81 

0 

+5 

12.24 

184.9 

10 

23.77 

291.78 

IK 

20 

44.00 

442.36 

25 

30 
35 

78.06 

647.92 

40 

133  42 

921.18 

45 

50 

219.82 

I  276.11 

55 

60 

350 .  2 

I  728.13 

65 

70 

540.9 

2  293.91 

75 

80 

811. 8 

2991.40 

85 

00 

I  186.5 

3839  71 

95 

100 

1  692.3 

2  359-8 

3  223 
4320 
5666 
7326 
9366 

II  856 

14  763 
18  178 

4859.01 
6070.38 

7  496. 73 
9  157  42 
1 1  078 . 2 
13  281.0 
15  788.1 
18  622. 2 

no 

120 

130 

140 

150 

160 

170 

180 

21  804.3 

26  355 . I 

27  208 

100 

107 

200 

II  688 

14324 

17389 
20925 

22  164 
26821 
32097 
38176 
47698 

210 

220 

230 

243.6 

364.3 

147  898 

Vapor  Pressure  Curves.     If  we  plot  these  pairs  of  values  on  a 
coordinate  system,  laying  off  temperatures  on  the  horizontal  and 
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vapor  pressures  on  the  vertical,  we  obtain  what  are  called  vapor  pres- 
sure curves  with  which  we  shall  have  much  to  do.  Tte  range  in 
the  table  is  so  enormous  it  is  impossible  to  plot  the  values  to  scale  in 
a  figure  of  reasonable  size.  Figure  36  contains  a  few  sections  of  these 
curves.    Since,  at  the  critical  temperature  and  pressure,  gas  and  liquid 
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Fig.  36. 

become  identical,  all  vapor  pressure  curves  must  end  abruptly  at 
these  points. 

Quantity  of  Substance.  Add  more  of  the  substance  to  one  of  the 
tubes.  No  alteration  in  the  mercury  level  is  produced  excepting  that  to 
be  expected  from  the  additional  weight  resting  on  the  mercury  surface. 
The  vapor  pressure  is  independent  of  the  quantity  of  liquid  present. 

Presence  of  Another  Gas.  If  the  tubes  had  contained  air  or 
some  indifferent  gas  and  the  mercury  had  not  stood  at  the  barometric 
height  to  begin  with,  upon  adding  one  of  the  liquids  the  drop  of  the 
mercury  would  nevertheless  have  been  exactly  the  same.  In  other 
words,  the  vapor  pressure  of  a  substance  is  independent  of  whatever 
else  may  or  may  not  be  present  in  the  gaseous  phase.  The  total 
pressure  is  the  sum  of  the  partial  pressures,  a  statement  we  made  as 
fundamental  for  solutions  of  gases  in  gases.  If  we  add  a  substance 
which  dissolves  in  the  liquid  already  there,  we  obtain  the  vapor 
pressure  of  the  solution,  a  subject  of  such  importance  we  shall  con- 
sider it  separately. 

Application  of  the  Phase  Law.  With  the  two  phases  in  contact 
with  each  other  and  in  equilibrium,  we  are  on  the  horizontal  line  of 
an  isotherm  like  those  in  Fig.  34.  Imagine  one  of  our  barometer 
tubes  prolonged  upward  and  closed  by  a  movable  but  strictly  gas- 
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tight  piston.  Holding  the  temperature  constant,  pull  up  this  piston, 
thereby  increasing  the  volume  of  the  gaseous  phase.  The  mercury 
will  not  change  its  level,  but  more  substance  will  evaporate  to  fill  the 
increased  volume  with  gas  of  exactly  the  same  concentraticm  as  at 
first.  The  level  of  the  mercury  will  not  alter  till  the  last  particle  of 
the  liquid  phase  has  disappeared.  Push  the  piston  down,  thereby 
diminishing  the  gaseous  volume.  The  mercury  level  is  not  'thereby 
lowered.  More  and  more  gas  liquefies,  so  maintaining  the  concentra- 
tion of  the  gaseous  phase  unaltered  and  the  mercury  remains  station- 
ary until  the  last  particle  of  gas  has  liquefied  and  the  piston  rests 
directiy  on  the  liquid.*  These  facts  are  rej)etitions  of  what  we  have 
studied  in  Chapter  XX,  but  they  are  fundamentally  important  and 
must  be  thoroughly  learned.  We  have  a  system,  of  one  component 
and  two  phases  in  complete  heterogeneous  equilibrium,  and  the  phase 
law  tells  us  we  have  then  only  one  degree  of  freedom.  This  we  ex- 
hausted  when  we  chose  a  definite  temperature  for  the  experiment  and 
so  we  can  change  neither  the  pressure  of  the  system  nor  the  concen- 
trations of  the  phases. 

Application  of  the  Kinetic  Theory.  We  assume  a  gas  consists 
of  molecules  flying  about  with  great  velocities.  Then  in  the  gaseous 
phase  of  the  system  under  consideration,  some  molecules  undoubtedly 
get  within  the  sphere  of  attraction  of  the  liquid  molecules  wEUe 
traveling  so  slowly  they  have  not  kinetic  energy  enough  to  get  away 
again,  but  are  retained.  In  other  words,  liquefaction  is  undoubtedly 
proceeding  all  the  time.  But  on  the  other  hand  we  think  of  the 
Uquid  molecules  as  moving  with  notable  velocities  also,  and  must 
imagine  that  some  reach  the  surface  with  enough  kinetic  energy  to 
pass  through  and  to  fly  of!  into  the  gaseous  phase.  This  is  our 
plausible  explanation  of  the  existence  of  vapor  pressures. 

Balanced  Action.  Thus,  as  we  picture  the  mechanism  of  equilib- 
rium, it  is  anything  but  a  condition  of  rest,  rather  is  it  one  of  restiess 
activity.  That  we  note  no  change  we  believe  to  be  due  to  the  fact 
that  as  many  molecules  enter  the  liquid  phase  as  leave  it  per  unit 
time.    We  call  this  "  balanced  action." 

Formulation.  Let  Ci  equal  the  concentration  of  the  gas  and  Ct 
the  concentration  of  the  liquid,  in  any  convenient  units,  grams,  or 
molecular  weights  per  cm',  or  per  liter.    Then,  if  the  temperature  is 

*  In  these  statements  temporary  fluctuations  of  the  mercury  level  are 'disre- 
garded because  they  are  due  solely  to  the  fact  that  such  systems  require  a  little 
time  to  reach  equilibrium. 
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acts  ai:d  ihenf  is  nothmg  theoretical  about  it.  It  is  also  a  simple 
appkicaiico  <x  the  law  of  mass  acti<Hif  to  be  considered  in  detail  in 
Chapter  XX\'.  While,  as  has  been  said,  this  law  is  our  great  gener- 
alization for  all  caies  ci  homogeneous  equilibrium,  we  see  from  this 
instance  that  it  is  applicable  also  to  heterogeneous  equilibria. 

En^oraticm.    As  is  well  known,  evaporaticm  oi  a  liquid  is  ac- 
companied by  a  cooling  of  the  liquid.    Put  a  watch  ^ass  in  a  pool  of 
water  on  a  block  of  wood.    Put  in  the  watch  glass  a  little  ether,  or 
carbon  disulphide.  or  any  other  liquid  which  has  a  hi^  \'apor  pressure 
at  low  teniperatxires.  and  hasten  the  ex'aporation  by  keeping  do^Ti 
the  concentration  of  the  gaseous  phase  by  fanning  or  blowing  across 
the  suriace.    The  cooling  effect  is  sufficient  to  freeze  the  water.     Ac- 
cx^rviing  to  our  kinetic  theor\-  it  must  be  the  molecules  with  the  greatest 
veUviiics  which  leave  the  liquid  to  enter  the  gaseous  phase.    Accord- 
ing to  our  theon-  that  heat  is  a  mode  of  molecular  motion  these  must 
ho  the  wamiosi  molecules.    The  slowest,  coldest  mdecules  must  be 
left  behind,  and  so  we  have  a  plausible  explanation  for  the  observed 
facts. 

Heat  of  Vaporization.  .\  substance  ex-aporates  at  all  tempera- 
luros.  ovon  iho  K^wt^t.  but  since,  without  exception,  xTipor  pressures 
arc  greater  the  higher  the  temperature.  e\-aporation  may  be  hastened 
wiihoui  limit  by  heating.  The  heat  given  to  the  system  disappears 
as  such  and  in  its  place  we  have  a  gas  where  we  had  a  liquid  or  solid. 
l'|xn\  liquefaction  of  the  gas  exactly  the  same  amount  of  heat  which 
Si>  dis;ipiH»aR\l  reapixMrs,  On  this  account  it  is  sometimes  said  to 
have  beiMi  rvnilertxl  latent  and  *  latent  heat  of  vaporization,"  "  latent 
heat  of  fusion,"  are  familiar  terms.  But  this  term  "  latent "  is  un- 
desirable, for  there  is  conversion  of  one  form  of  energ>-  into  an  equiv- 
alent quantity  of  another  fonn  in  this  process.  Heat  is  converted 
into  volume  energy  when  a  liquid  becomes  a  gas  and  volume  energy 
is  convertetl  to  heat  when  the  gas  liquefies.  Solid  and  liquid  are  dis- 
tinctly different  things  with  whole  sets  of  ^^^dely  different  properties. 
Liquid  is  solid  plus  energ>'  and  this  energ>-  makes  the  two  things  more 
dilTerent  than,  for  instance,  copper  ami  silver.  WTien,  by  heat,  we 
caust*  PCU  to  disstKiate  into  PCU  and  CI2  we  say  the  heat  is  absorbed, 
converted  to  chemical  energ)',  seldom  do  we  say  it  is  rendered  latent. 
It  is  desirable  to  drop  this  word  latent,  tending  as  it  does  to  obscure 
the  analogy  which  actually  exists  between  changes  in  conditions  of 
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aggregation  and  chemical  reactions.  These  changes  in  conditions  of 
2iggTegaL\ion  are,  in  fact,  our  simplest  chemical  reactions. 

By  heat  of  vaporization  we  mean  the  nimiber  of  calories  required 
to  convert  one  gram  of  a  liquid  to  a  gas. 

Molecular  Heat  of  Vaporization.  By  molecular  heat  of  vapori- 
zation we  mean  the  nimiber  of  calories  required  to  convert  a  molec- 
ular weight  in  grams  of  a  liquid  to  a  gas.* 

The  heat  of  vaporization  for  any  substance  is  less  the  higher  the 
temperature  until,  at  the  critical  temperature,  it  equals  zero,  for,  at 
this  temperature,  there  is  no  difference  between  the  conditions  of  ag- 
gregation. This  is  shown  by  the  following  values  for  the  heats  of 
vaporization  of  one  gram  of  liquid  carbon  dioxide  at  different  tem- 
peratures. 

Temperature —25®       o®        22®       30.0®     30.8® 

Calories 72.23    57.48    31.8      11.60      3.72 

Boiling  Point.  If  we  had  increased  the  temperature  in  one  of 
our  barometer  tubes  sufficiently,  we  should  have  driven  the  mercury 
inside  down  to  the  same  level  as  the  mercury  in  the  trough  outside. 
Then  the  vapor  pressure  of  the  substance  would  evidently  have  been 
the  same  as  the  atmospheric  pressure.  At  this  temperature  the 
tendency  of  the  substance  to  become  a  vapor  just  balances  the  pres- 
sure of  the  atmosphere.    It  is  at  its  boiling  point. 

Ebullition.  When  a  liquid  is  heated  in  an  open  vessel  the  atmos- 
pheric pressure  holds  it  down,  as  it  were,  to  its  proper  volume.  But 
when  the  vapor  pressure  reaches  a  value  equal  to  this  pressure  upon 
it,  bubbles  of  the  substance  as  a  vapor  form  within  the  body  of  the 
liquid.  We  then  have  the  phenomenon  of  ebullition;  we  say  the 
substance  is  boiling.  It  is  evident  that  if  the  tendency  to  become 
vapor  is  less  than  the  pressure  upon  the  surface  of  the  liquid, 
bubbles  of  vapor  cannot  form  in  the  interior,  the  boiling  point  has 

*  The  following  are  a  few  values  for  heats  of  vaporization.  The  second  column 
contains  the  number  of  calories  required  to  convert  one  gram  of  the  liquid  to  a 
gas;  the  third  contains  this  quantity  multiplied  by  the  molecular  weight,  giving 
the  molecular  heats  of  vaporization. 

Mg. 


Water,  o* 

Water,  lOO* 

Ammonia.  i6* 

Sulphur  dioxide,  0* 
Ethyl  alcohol,  o'. . 
Ethyl  alcohol.  78*. 


Ig. 

589. 5 

535 

9 

297 

4 

91 

a 

236 

5 

ao6 

4 

10  611 
9  700 
5  100 
5900 

10900 
9500 
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not  been  reached.  Hence  the  definition  for  boiling  point  is  the 
lowest  temperature  at  which  bubbles  of  vapor  can  form  within  the 
body  of  the  liquid.  It  is  dear  that  any  one  substance  may  have 
an  infinite  number  of  different  bcnling  points,  each  corresponding 
to  a  different  external  pressure.  By  the  term  ''  boiling  point "  as 
ordinarily  used,  without  qualification,  we  mean  the  temperature  at 
which  the  substance  has  a  vapor  pressure  equal  to  the  normal  atmos- 
pheric pressure  (760  mm.). 

Graphical  Representation  of  Boiling  Points.  In  Fig.  36  follow 
the  horizontal  corresponding  to  a  vapor  pressure  of  760  nmi.  It 
cuts  the  ether  curve  at  34.6°,  the  alcohol  curve  at  78.3**,  the  water 
curve  at  100°,  and  these  are  the  "  boiling  points  "  of  these  substances. 
But  suppose  the  atmospheric  pressure  happens  to  be  740  mm.  when 
we  undertake  to  determine  these  boiling  points;  not  at  all  an  unusual 
circumstance.  Follow  the  horizontal  corresponding  to  a  vapor  pres- 
sure of  740  mm.  It  cuts  the  ether  curve  at  33.8°,  the  alcohol  curve 
at  77.6°,  and  the  water  curve  at  99.2°,  and  these  are  the  temperatures 
at  which  ebullition  will  occur.  Oui  results  will  all  be  too  low. 
Neglect  of  the  correction  so  obviously  necessary  is  one  of  the  reasons 
for  the  divergent  values  we  often  find  in  the  literature. 

If  the  pressure  were  1000  nun.  we  can  see  from  the  figure  that 
ebullition  would  occur  in  ether  at  42.5**,  in  alcohol  at  85°,  and  in  water 
at  108°.  Under  the  high  pressures  in  a  steam  boiler  water  is  not 
necessarily  boiling  though  it  may  be  far  above  its  "  boiling  point." 
If  the  pressure  in  a  boiler  is  150  pounds  per  square  inch,  the  water  is 
boiling  at  about  180**.  This  explains  the  severity  of  scalds  from 
bursting  boilers. 

Constancy  of  Boiling  Point  of  a  Pure  Substance.  For  any 
pure  substance  there  is  then  a  definite  vapor  pressure  for  each  tem- 
perature. By  no  means  can  we  raise  the  temperature  without 
simultaneously  raising  the  vapor  pressure.  It  follows  that  if  we  hold 
the  pressure  constant  we  cannot  heat  a  liquid  above  a  definite  cor- 
responding temperature.  Heating  a  liquid  in  an  open  vessel  the 
pressure  upon  it  is  the  atmospheric  pressure  and  this  is  practically 
constant.  When  the  temf)erature  has  gone  up  until  the  vapor  pressure 
of  the  liquid  equals  this  atmospheric  pressure,  ebullition  begins  and 
though  we  continue  to  heat,  the  temperature  rises  no  further.  If  we 
apply  two  burners  where  we  had  one  we  hasten  the  rate  of  vaporiza- 
tion, the  violence  of  the  ebullition,  but  we  do  not  and  cannot  in- 
crease the  temperature  which  remains  constant  until  all  the  liquid 


VAPOR  PRESSURE 


281 


has  boiled  away.  It  is  because  of  this  fact  that  the  boiling  point 
of  a  substance  under  a  de£inite  pressure  is  so  characteristic  a  con- 
stant for  a  pure  substance  and  so  frequently  used  as  a  means  of 
identification. 

This  is  one  of  the  many  facts  included  in  the  phase  law.  We  have 
a  system  of  one  component  and  two  phases  and  since  C  +  2  —  -P  =  F 
we  have  F=i  +  2— 2  =  1,  or  one  degree  of  freedom.  We  chose 
atmospheric  pressure,  whereupon  the  other  variables,  concentration 
and  temperature,  became  automatically  fixed. 

The  Dynamic  Method  of  Measuring  Vapor  Pressure.  We  can 
arrange  an  apparatus  to  maintain  pressure  constant  at  any  desired 
value  from  a  few  millimeters  upward.  Putting  a  liquid  in  this  ap- 
paratus we  can  determine  the  temperature  at  which  ebullition  begins. 
In  this  way,  called  the  dynamic  method,  we  again  obtain  a  series  of 
pairs  of  values  which  we  can  plot  and  obtain,  of  course,  the  same 
curves  shown  in  Fig.  36.  This  dynamic  method  is  to  be  preferred  to 
the  static  method  first  described,  as  by  it  we  can  make  accurate  de- 
terminations more  easily. 

Determination  of  the  Boiling  Point.  In  determining  boiling 
points  the  thermometer  is  itiserted  in  the  vapor,  and  not  in  the  liquid, 
for  the  temperature  of  the  latter  is  more  likely  to 
oscillate  because  it  is  being  directly  heated  and  tem- 
porary conditions  of  superheating  may  intervene. 

Correction  for  Mercury  not  in  Vapor.  All  the 
mercury  should  be  in  the  vapor,  but  usually  some 
protrudes  and  is  consequently  at  a  lower  tempera- 
ture. Moreover,  glass  expands  as  well  as  mercury; 
therefore  what  we  observe  is  not  the  true  expansion 
of  mercury  but  an  apparent  expansion,  because  mer- 
cury expands  more  rapidly  than  the  glass  container. 
The  apparent  (observed)  expansion  is  the  difference 
between  the  two,  and  its  coeflScient  is  0.000 158  of 
the  volimie  per  degree  for  Jena  glass. 

By  means  of  a  second  thermometer,  placed  as 
shown  in  Fig.  37,  determine  the  average  tempera- 
ture of  the  protruding  thread.  Call  this  fe.  Let  the  temperature 
which  is  read  on  the  thermometer  with  its  bulb  in  the  vapor  be  ti. 
Let  n  equal  the  length  in  degrees  of  the  protruding  thread.  The 
length  is  a  measure  of  the  volume  of  mercury  if  the  capillary  is  of 
even  diameter.    This  length  is,  then,  too  short  by  n  (d  —  ^  oooo  i  c8. 


Fig.  37. 
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and  the  true  boiling  point  is  given  by  the  formula 

^i  +  »  (^1  —  k)  o.ooo  158. 

This  correction  is  by  no  means  negligible.  For  instance,  aniline 
boils  at  about  180°.  Suppose  that  100°  of  the  mercury  thread  pro- 
jects and  that  its  average  temperature  is  30°.  Substituting  these 
values  in  the  above  formula  we  get  100  (180  —  30)  0.000 158  =  2.31*^ 
as  the  correction  which  should  be  applied.  Without  this  correction 
our  observation  is  no  less  than  2.31°  too  low. 

It  is  convenient  to  have  a  set  of  short  thermometers  which  may  be 
wholly  immersed  in  the  vapor,  each  one  covering  an  interval  of  about 
50°.  These  eliminate  the  above  correction  but  they  do  not  eliminate 
the  pressure  correction. 

Regularities  in  Boiling  Points.  Many  investigations  have  been 
devoted  to  discovering  regularities  in  the  boiling  points  and  have 
resulted  in  a  number  of  rules,  each  applicable  only  within  a  rela- 
tively small  group  of  substances.  For  instance,  H.  Kopp  in  1842 
compared  the  boiling  points  of  numerous  organic  substances  at 
760  nun.  pressure.    He  found: 

1.  With  analogous  substances  the  same  change  in  chemical  compo- 
sition gives  about  the  same  change  in  the  boiling  point. 

Acids: 

Formic.  Acetic.  Propionic       n-Butyric.       n- Valeric.       n-Caproic. 

HCOOH        CHaCOOH    C,H»COOH    CHtCOOH    C4H9COOH    C,HnCCX>H 
99.9'  "9"  141'  163"  185"  205** 

DifiFerence  in  boiling  points: 

19**  22'  22**  22**  20*" 

Alcohols: 

Methyl.  Ethyl.  n-Propyl.  n-Butyl.  n-Amyl. 

CH/)H  C,H»OH  CHtOH  C«H,0H  C*HnOH 

66^  78^  97'  117^  137^ 

Difference  in  boiling  points: 

0000 
12  19  20  20 

2.  The  boiling  points  of  isomeric  (metameric)  substances  of  analo- 
gous constitution  are  nearly  the  same. 

r  butyl  acetate  CH,COO  •  CH,CH,CH,CH, 124* 

CJIijO,   <  propyl  propionate  CH,CH,COO  •  CH,CH,CH, 122** 

[ethyl  butyrate  CHiCHiCHiCOO  •  CHjCH, 121* 

3.  Isomeric  (metameric)  substances  which  are  distinctly  dissimilar 
in  constitution  often  have  widely  different  boiling  points. 


^^\':x^ 


propionic  add  CHaCHtCOOH 141 

accute  CHtCOOCH, 57 
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4.  CH2  added  in  the  side  chain  of  aromatic  hydrocarbons  increases 
the  boiling  point  a  little  more  than  the  average  of  20^,  but  in  the 
ring  itself  it  increases  the  boiling  point  about  30°. 

Boiling  point.  Bailing  point. 

Benzene,  CeH* 80.5**  o    Toluene,  CeHtCHi in* 

Toluene,  C«H6CH^ 111°    ^^'J     Ethyl  benzene,  C»H,CiH^  .  134''    ^^ 


Orthoxylene,  CeHiCCH,)!.  142* 


31 


Propyl  benzene,  CeHiCiH?  .157* 


23 


Boiling  Point  not  Exclusively  Additive.  Attempts  to  prove  the 
boiling  point  to  be  an  additive  property  have  failed.  When  CH2 
was  foimd  to  make  the  same  difference  in  so  many  cases,  the  hope  was 
entertained  that  we  might  ascribe  a  certain  effect  for  each  atom 
present  and  so  calculate  the  boiling  point  as  the  sum  of  these,  much 
as  we  calculate  molecular  refractions  as  the  sirni  of  the  atomic  re- 
fractions. That  this  is  clearly  impossible  appears  from  the  single 
example  of  the  isomeric  but  dissimilarly  constituted  substances,  pro- 
pionic add  and  methyl  acetate.  While  undoubtedly  in  a  measiure 
additive,  the  boiling  point  is  then  also  a  constitutive  property.* 

Boiling  Point  and  Critical  Temperature.  Guldberg  t  and  Guye  t 
showed  that  the  boiling  point  on  the  absolute  scale,  T^,  is  about  two- 
thirds  of  the  critical  temperature,  Tc. 


Oxygen 

Chlorine 

Sulphur  dioxide 
Ethyl  ether.... 
Ethyl  alcohol . . 

Benzene 

Water 

Phenol 


n 

Te 

Te 

90 

155 

0.58 

240 

414 

0.58 

263 

429 

0.61 

308 

467 

0.66 

351 

516 

0.68 

353 

562 

0.63 

373 

637 

0-59 

454 

691 

0.66 

Trouton's  Law.  According  to  the  above  table,  substances  at 
their  boiling  points  are  at  temperatures  the  same  fractions  of  their 
critical  temperatures.    According  to  the  "reduced  equation  of  con- 

*  S.  Young,  Phil.  Mag.,  9,  6  (1905),  found  that  for  many  substances  the  increase 
(A)  in  the  boiling  point  produced  by  substituting  CHs  for  H  was  a  function  of  the 
boiling  point  (T)  oi  the  substance  on  the  absolute  scale,  expressible  in  the  formula: 

144-86 
A  = ■=• 

T0.014SVT 

t  Zeilschr.  f.  phys.  Chem,,  5,  376  (1890). 
t  BtiU.  Soc.  Chimique  (3),  4,  262  (1890). 


284  THEORETICAL  AND  PHYSICAL  CHEMISTRY 

ditions  "  all  properties  should  here  be  comparable.  It  has  been  found 
that  the  molecular  heat  of  vaporization  of  a  substance  at  its  boiling 
point  is  between  20  and  25  times  the  boiling  point  on  the  absolute 
scale.  This  is  known  as  Trouton's  law.  The  boiling  point  of  water 
is  373°.  Multiplying  this  by  25  we  obtain  9325.  The  molecular 
heat  of  vaporization  of  water  at  its  boiling  point  is  9700.  Better 
correspondence  than  this  is  shown  by  other  substances,  but  it  should 
be  imderstood  that  this  "  law  ''  is  a  rather  rough  approximation. 

Melting  Point.  If  we  slowiy  raise  the  temperatiu^  of  a  crystal- 
line soUd  we  shall  eventually  reach  a  point  where,  though  we  continue 
to  give  heat  to  the  system  at  the  same  rate,  the  temperature  ceases 
to  rise.  Upon  investigation  we  shall  find  the  soUd  has  begim  to  mdt, 
and  the  temperature  remains  constant  imtil  all  is  melted.  This 
temperature  is  the  melting  point. 

Freezing  Point.  If  we  slowly  cool  a  liquid  we  shall  eventuaUy 
reach  a  temperature  where,  though  we  continue  to  abstract  heat  at 
the  same  rate,  the  temperature  ceases  to  fair.  Upon  investigaticm 
we  shall  find  the  liquid  has  begun  to  freeze  and  the  temperature  re- 
mains constant  until  all  is  frozen.  (This  holds  only  if  the  sdid  is 
crystalline.)  This  temperature  is  the  freezing  point  and  it  is  exactly 
the  same  as  the  melting  point.  The  two  terms  are  synonymous  and 
may  be  used  interchangeably.  "  Point  of  fusion,"  "  point  of  solidifi- 
cation "  are  other  synonyms  for  precisely  the  same  thing. 

Amorphous  solids  have  no  definite  melting  points. 

Determination  of  Melting  Points.  The  melting  point  is  a  charac- 
teristic constant  for  each  crystalline  solid  and  much  used  for  pur- 
poses of  identification.  A  convenient  way  to  determine  it,  using  only 
minute  fragments,  is  as  follows:  Draw  out  a  thin-walled  capillary 
of  I  mm.  or  less  internal  diameter  and  6  or  8  cm.  long.  Put  a  few 
small  bits  of  the  solid  in  this  and  wire  it  on  a  thermometer  with 
platinum  wires  in  such  a  way  that  the  solid  is  opposite  the  bulb  of 
the  thermometer.  Dip  the  thermometer  and  capillary  in  a  suitable 
bath  (sulphuric  acid  is  much  used  owing  to  its  high  boiling  point)  and 
slowly  raise  the  temperature  with  a  small  flame,  watching  the  solid. 
The  beginning  of  melting  is  easily  detected  on  the  sharp  edges  of  the 
solid  and  reading  the  thermometer  at  once  we  have  the  melting  point. 

Heat  of  Liquefaction.  The  essential  difference  between  the  same 
substance  in  the  soUd  and  in  the  liquid  condition  of  aggregation  is 
the  energy  contents.  To  convert  one  gram  of  a  solid  at  its  melting 
point  to  a  liquid  at  the  same  temperature  we  must  add  a  definite 
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quantity  of  heat.  This  quantity  of  heat  is  called  the  heat  of  lique- 
faction or  of  fusion.  Of  course,  to  convert  one  gram  of  the  liquid  at 
its  freezing  point  to  a  solid  at  the  same  temperature  exactly  the  same 
amoimt  of  heat  must  be  abstracted  from  it. 

Molecular  Heat  of  Liquefaction.  The  amount  of  heat  required 
to  convert  a  molecular  weight  in  grams  of  a  solid  at  its  melting  point 
to  a  liquid  at  the  same  temperature  is  called  the  molecular  heat  of 
liquefaction  or  fusion.  It  is,  of  course,  the  heat  of  liquefaction  times 
the  molecular  weight. 


Water 

Benzene .... 
Acetic  acid . 

Mercury 

Phenol 

Naphthalene 

Lead 

Copper 


Melting  point. 

Heat  of 
fusioiL 

0° 

80 

+  s-s"" 

30 

+16.6** 

45 

-38.8° 

3.8 

+40.5' 

26 

+80** 

36 

+327" 

6 

1084° 

42 

Vapor  Pressure  at  the  Melting  Point.  If  we  have  liquid  and 
solid  in  contact  with  each  other  at  the  melting  point  in  a  closed  tube 
and  take  care  that  no  heat  is  given  to  or  taken  from  the  system,  we 
know  the  quantities  of  liquid  and  solid  will  not  alter.  The  system  is 
in  equilibrium.  This  fact  proves  that  the  vapor  pressure  of  the  solid 
must  be  the  same  as  that  of  the  liquid. 

Suppose  the  vapor  pressure  of  the  liquid  were  greater  than  that 
of  the  solid.  It  would  evaporate  imtil  the  concentration  of  the  gase- 
ous phase  corresponded  to  that  vapor  pressure.  That  concentration 
would  be  greater  than  corresponds  to  the  vapor  pressure  of  the  solid, 
so  gas  would  condense  on  the  solid.  This  would  be  followed  by  more 
liquid  evaporating,  and,  in  time,  all  the  liquid  would  distill  over  to 
the  solid.  If  the  solid  had  a  greater  vapor  pressure  than  the  liquid 
it  would  distill  in  like  manner  over  to  the  liquid.  Thus,  if  the  vapor 
pressures  were  not  exactly  the  same  one  phase  would  disappear.  It 
does  not  disappear,  therefore  the  vapor  pressures  must  be  the  same. 

General  Law.  This  is  an  illustration  of  a  general  law  which 
states  that  any  system  which  is  in  equilibrium  in  one  way  must  be  in 
equilibrium  in  all  ways. 

Graphical  Representation.  These  facts  can  be  expressed  graph- 
ically    In  Fig.  38  the  curve  i4.BC  is  the  vapor  pressure  curve  for 
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water  and  DB  is  the  vapor  pressure  curve  for  ice,  both  plotted  accord- 
ing to  the  experimental  values  given  on  p.  275,  but  of  course  on  an 

entirely  different   scale   from  that 
used  in  Fig.  36. 

The  vapor  pressure  curve  for  ice, 
DB,  cuts  the  vapor  pressure  curve 
for  water,  ABC,  at  B,  the  melting 
point.  Evidently  the  melting  point 
must  always  be  given  by  the  inter- 
section of  the  vapor  pressure  curves 
for  the  solid  and  liquid  phases. 

Metastable  Conditions.  Liquid 
water  may  be  cooled  below  its  freez- 
ing point  without  freezing  provided 
no  trace  of  the  other  phase  be  pres- 
ent. These  conditions  are  repre- 
sented by  the  broken  line  curve, 
AB.  It  is  in  a  metastable  state 
and  a  very  small  thing  will  cause 
it  to  change  to  a  stable  condition.  It  is  in  a  stable  condition  only 
in  positions  along  the  full  line  curve  BC,  that  is,  above  the  melting 
point. 

It  may  be  seen  from  the  diagram  that  the  substance  in  a  meta- 
stable condition  has  a  higher  vapor  pressure  than  when  in  a  stable 
condition  at  the  same  temperature.  This  has  been  found  to  be  a 
general  law  without  exception.  At  a  given  temperature  the  stable 
form  of  a  substance  always  has  the  lowest  vapor  pressure  of  all 
forms  possible  at  that  temperature. 

Experimental  Demonstration  of  Supercooling.  The  phenom- 
ena of  supercooling  may  be  conveniently  shown  with  sodium  thio- 
sulphate,  Na2S203  •  5  HjO  which  melts  at  48°.  Melt  enough  in  each 
of  several  test  tubes  to  fill  the  tubes  about  half  full  of  the  liquid. 
Close  them  with  loose  plugs  of  absorbent  cotton  to  prevent  any 
crystals  of  the  substance  from  getting  in.  They  may  be  kept  for 
months  without  solidification  beginning.  Draw  out  some  glass  tube 
as  fine  as  a  stout  hair,  draw  it  across  some  solid  sodium  thiosulphate 
in  such  a  way  as  to  pick  up  a  crystal  or  two,  which  may  be  too  small 
to  see,  and  insert  in  one  of  the  test  tubes.  Crystallization  begins  at 
once  and  simultaneously  heat  is  evolved  (the  heat  of  liquefaction), 
and  the  contents  of  the  tube  grows  perceptibly  warmer.    When  the 


VAPOR  PRESSURE  287 

temperature  has  risen  to  the  melting  point  solidification  will  of 
course  cease,  but  will  proceed  imtil  all  is  solid  if  heat  is  conducted 
away. 

Superheated  Solid  never  yet  Obtained.  Ice  is  in  a  stable  state 
anywhere  along  the  full  line  curve  DB.  This  curve  is  not  produced 
beyond  B  because,  for  reasons  we  do  not  know,  it  has  been  foimd  im- 
possible to  superheat  ice  or  any  other  solid  above  its  melting  point. 

Sublimation.  Referring  to  Fig.  38  we  see  that  ice  has  measurable 
vapor  pressures  at  temperatures  far  below  the  melting  point,  and  so 
always  evaporates  \mtil  the  corresponding  gaseous  pressure  of  water 
vapor  above  it  is  established.  This  is  not  exceptional,  but  general, 
and  all  solids  evaporate  at  any  temperature,  as  do  liquids,  only 
slower  as  a  rule.  When  a  solid  changes  directly  into  a  gas,  or  the 
converse,  without  passing  through  the  liquid  condition  of  aggregation 
we  call  the  process  sublimation. 

The  sublimation  of  sulphur,  of  arsenic  trioxide,  and  of  iodine  are 
typical  and  familiar  instances.  The  vapor  pressure  of  camphor  is 
sufficient  to  produce  an  easily  perceived  reduction  in  the  size  of  a 
lump  in  a  few  hours.  Snow  vanishes  without  melting  on  a  cold, 
windy  day. 

Ordinarily  we  think  of  sublimation  only  in  connection  with  solids 
which  have  particularly  high  vapor  pressures  at  temperatures  below 
their  melting  points.  But  it  is  clear  that  we  can  "  sublime  "  any- 
thing by  giving  it  heat,  but  not  enough  to  raise  the  temperatiure  to 
the  melting  point,  and  simultaneously  removing  the  vapor,  by  a 
suction  pump  or  a  current  of  an  indifferent  gas,  thereby  preventing 
the  establishment  of  equilibriimi.  For  instance,  we  have  only  to 
keep  the  temperature  constant  a  little  below  0°  and  to  keep  the 
pressure  of  the  gaseous  water  a  little  below  4.5  mm.  to  sublime  any 
quantity  of  ice. 

Heat  of  Sublimation.  The  nimiber  of  calories  required  to  change 
one  gram  of  a  solid  to  a  gas  at  the  same  temperature  is  called  the 
heat  of  sublimation.  It  is  the  sum  of  the  heats  of  liquefaction  and 
of  vaporization. 

The  heat  of  sublimation  multiplied  by  the  molecular  weight  is  the 
molecular  heat  of  sublimation. 

Boiling  Point  below  the  Melting  Point.  In  some  cases  rather 
curious  relationships  are  brought  to  light  by  our  vapor  pressure 
diagrams.  For  instance,  in  Fig.  39  (not  drawn  to  scale),  ABC  is  a 
vapor  pressure  curve  for  a  liquid.    Where  it  cuts  the  horizontal, 
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MM  (which  corresponds  to  760  mm.)  at  C,  wc  have  the 
point  as  usually  imderstood.    DB  is  the  vapor  pressure  curve  of  the 
solid  and  where  it  cuts  ABC^  at  B,  we  have  the  melting  pcxuit. 

Now  suppose  the  nature  of  the  sub- 
stance is  such  that  its  vapor  pres- 

-^- M   siure  is  very  high,  so  high  that  the 

X  horizontal  NN  correqx)nds  to   760 

jl>^  mm.    The  curve  DB  cuts  this  hoii- 

^>^ N    ^^^  ^^  ^y  ^^^  ^9  ^^  vapor  pns- 

ik^^'^'^y  sure  of  the  solid  is  760  mm.  before 

y^  the  melting  point  is  reached,  and  so 

-^— »————— —    it  will  all  sublime  away  without  mdt- 

p.     '  ing.     Moreover  the  curve  AB  cuts 

this  horizontal  at  G.  This  is  by  defi- 
nition the  boiling  point,  the  temperature  at  which  the  vapor  pressure 
of  the  liquid  equals  760  mm.  *  This  boiling  point  is  below  the  melt- 
ing point. 

We  see  also  from  this  diagram  that  we  cannot  have  the  liquid  in  a 
stable  state  imder  a  pressure  as  low  as  760  mm.  If  we  put  it  in  an 
enclosed  vessel  and  raise  the  pressure,  however,  let  us  say  to  2000  mm* 
and  that  the  horizontal  MM  now  represents  this  pressure,  and  then 
raise  the  temperature,  the  diagram  shows  us  that  the  substance  will 
behave  like  most  substances,  first  melting  and  then  boiling.  Carbon 
dioxide  is  a  substance  with  which  these  unusual  relationships,  a 
"  boiling  point "  below  the  melting  point,  are  realized. 

Volume  Change.  There  is  generally  a  change  in  volume  ac- 
companying a  change  in  state  of  aggregation.  Almost  always  a 
substance  occupies  a  greater  volume  as  a  liquid  than  as  a  solid,  but 
this  is  not  a  universal  rule,  so  common  a  substance  as  water  showing 
the  opposite  behavior.  Water,  freezing  to  ice,  expands,  and  on  this 
account  ice  floats. 

Efifect  of  Pressure  on  the  Melting  Point.  The  effect  of  pres- 
sure on  the  melting  point  is  slight,  but  if  melting  is  accompanied  by 
an  increase  in  volume,  an  increase  in  the  pressure  raises  the  melting 
point;  if  melting  is  accompanied  by  a  diminution  in  volume,  an  in- 
crease in  the  pressure  lowers  the  melting  point. 

It  is  very  easy  to  see  the  logical  and  necessary  connection  here. 
Suppose  a  substance  increases  in  volume  upon  melting,  as  is  usually 
the  case.  Whatever  pressure  there  may  be  on  the  solid  resists  this 
vdume  increase,  and  an  increase  in  pressure  is  an  additional  obstade 
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to  melting.  Appl)dng  our  kinetic  theory,  the  heat  in  the  solid 
consists  of  molecular  motion,  but  the  kinetic  energy  of  this  is  not 
sufficient  to  overcome  the  intermolecular  attractions  holding  the  mole- 
cules in  an  orderly  arrangement.  At  the  melting  point  the  kinetic 
energy  of  the  heat  motion  just  barely  overcomes  these  attractions. 
If,  besides  this,  the  heat  motion  must  increase  the  voliune  against  a 
high  pressure  more  kinetic  energy  is  needed.  The  kinetic  energy  of 
the  heat  motion  is  greater  only  if  the  temperature  is  higher.  Therefore 
imder  a  higher  pressure  the  melting  point  must  be  higher.  On  the 
other  hand,  if  the  substance  is  a  liquid  and  we  cool  it  we  may  think 
of  the  kinetic  energy  as  opposing  the  tendency  of  the  intermolecular 
attractions  to  hold  the  molecules  in  fixed  positions  in  a  smaller  volume. 
An  increase  in  pressure  also  tends  to  make  the  volume  smaller,  i.e., 
it  works  hand  in  hand  with  the  attractions  and  against  the  kinetic 
energy  of  the  molecules.  The  two  forces  can  overcome  more  kinetic 
energy,  therefore  the  substance  solidifies  at  a  higher  temperature. 
We  reach  the  same  conclusion  from  either  point  of  view,  of  course. 

K  melting  is  accompanied  by  a  diminution  in  voliune  the  converse 
of  this  reasoning  holds  and  an  increase  in  pressure  lowers  the  melting 
point.  An  increase  of  one  atmosphere  in  pressure  upon  ice  lowers 
its  melting  point  0.0074°  and,  since  water  is  imder  a  pressure  of  one 
atmosphere  when  we  determine  its  freezing  point  and  call  it  0°,  it 
follows  that  water  freezes,  or  ice  melts,  at  +0.0074°  in  vacuo.* 

Triple  Point.  We  may  simmiarize  the  main  facts  we  have  been 
considering  in  one  diagram,  and  at  the  same  time  show  how  they  are 
all  included  in  the  broad  scope  of  the  phase  law. 

Let  us  suppose  we  have  a  pure  solid  below  its  melting  point  in  con- 
tact with  its  own  vapor  and  nothing  else,  in  a  cylinder  with  a  piston. 
The  pressure  from  within  on  the  piston  is  the  vapor  pressure  of  the 
solid.  We  have  a  system  with  one  component  and  two  phases  and 
so  have  one  degree  of  freedom.  We  may  alter  the  temperature,  but 
then  the  pressure  automatically  takes  on  a  definite  value;  or  we  may 
choose  a  series  of  values  for  the  pressure,  but  we  can  have  them  only 
at  the  corresponding  temperatures.  Attempts  to  alter  the  pressures 
by  pulling  out  or  pushing  in  the  piston  without  corresponding  altera- 
tion of  the  temperature  will  not  produce  the  desired  resiilt  but  will 
cause  the  total  disappearance  of  one  of  the  two  phases.  All  the 
conditions  under  which  we  can  have  these  two  phases  in  contact 

*  We  shall  consider  the  method  of  calculating  the  influence  of  pressure  on  melt- 
ing points  in  the  next  chapter. 
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and  in  equilibrium  are  represented  by  points  on  the  curve  AB  in 
Fig.  40. 

If  we  raise  the  temperature  we  shall  reach  the  point  B  at  which  the 
solid  melts.    Here  we  have  the  three  phases,  solid,  liquid,  and  gas,  in 

contact  with  each  other  and  in  equilibriiun. 
There  being  but  one  component  and  three 
phases  there  are  no  degrees  of  freedom* 
We  can  choose  nothing.  There  is  but  one 
set  of  conditions,  a  definite  pressure,  tem- 
perature, and  concentration,  for  any  pure 
substance  at  which  we  can  have  it  as  a 
__  gas,  liquid,  and  solid,  in  contact  and  in 
t  equilibriiun.    This  set  of  three  conditions 

*^'  ^'  is  what  is  called  the  triple  point. 

If  we  try  to  increase  the  temperature  all  the  solid  will  melt,  1.^., 
one  phase  will  go  out  of  existence  and  before  we  can  alter  the  tem- 
perature we  shall  have  only  two  phases.  Then  of  course  we  get  back 
one  degree  of  freedom  and  can  choose  a  series  of  temperatures,  but 
for  each  one  we  have  a  definite  imalterable  pressure.  All  the  con- 
ditions under  which  we  can  have  liquid  and  gas  in  contact  and  in 
equilibriiun  are  represented  by  points  on  the  curve  BC, 

If,  at  the  triple  point,  with  all  three  phases  present,  we  try  to  in- 
crease the  pressure  by  pushing  in  the  piston  we  shall  not  succeed. 
We  shall  merely  condense  more  and  more  gas  imtil  finally  the  gaseous 
phase  has  entirely  disappeared.  When  the  piston  is  in  direct  con- 
tact with  the  liquid  and  solid  we  can  indeed  increase  the  pressure. 
But  if  we  do  this  holding  the  temperature  constant,  if  our  substance 
is  H2O  we  shall  melt  the  ice,  for  the  melting  point  of  HjO  is  lowered 
by  increased  pressure.  If  we  desire  to  retain  both  solid  and  liquid  in 
contact  and  in  equilibrium  under  a  higher  pressure  we  must  also 
diminish  the  temperature.  We  may  thus  determine  a  series  of  pairs 
of  values  of  temperature  and  pressure  at  which  we  can  have  solid 
and  liquid  in  equilibrium  and  plotting  these  we  obtain  the  line  BD. 
This  line  then  contains  all  the  conditions  of  equilibrium  for  the  solid 
and  Uquid  phases.  It  is  drawn  with  an  inclination  to  the  left  to 
show  the  actual  behavior  of  HjO. 

If  our  substance  belongs  to  the  large  majority  which  increase  in 
volume  upon  melting  and  we  have  the  three  phases  at  the  triple 
point  and  increase  the  pressure,  the  gaseous  phase  will  first  disappear 
and  then  the  liquid  will  freeze.    To  get  back  our  two  phases,  liquid 
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and  solid,  under  the  increased  pressure  we  must  raise  the  temperature. 
In  this  way  we  can  determine  pairs  of  values  and,  plotting,  obtain  a 
line  corresponding  to  DB^  but  with  an  inclination  to  the  right. 

We  thus  see  we  may  melt  ice  at  temperatures  considerably  below 
its  "  melting  point "  by  high  pressures,  and  that  we  may  freeze 
many  substances  at  temperatures  above  their  freezing  points  by  the 
same  means.  These  effects  are  not  ordinarily  met  because  of  the 
very  high  pressures  required  to  make  much  diflFerence  in  melting 
points,  but  they  play  an  important  r61e  in  geological  processes  wherein 
pressures  are  produced  by  the  weights  of  glaciers  and  of  mountains. 

Pressure  gauges  for  high  pressures  must  be  filled  with  a  liquid 
diflScult  to  freeze,  otherwise  heavy  pressure  will  solidify  it  at  room 
temperatures. 

It  will  be  seen  that  the  curves  BC  and  DB  are  the  limiting  con- 
ditions for  the  liquid  phase,  and  that  if  we  have  a  pair  of  values  for 
p  and  /  giving  a  point  falling  in  the  region  so  bounded,  the  substance 
must  be  a  liquid  with  neither  gas  nor  solid  present. 

In  like  manner  the  curves  AB  and  DB  are  the  limiting  conditions 
for  the  soUd  phase,  and  if  the  conditions  are  represented  by  a  point 
in  this  region  the  substance  must  be  a  solid  with  neither  liquid  nor 
gas  present. 

Lastly,  the  curves  AB  and  BC  boimd  the  region  for  a  gas  and  if  the 
conditions  give  a  point  in  this  region  the  substance  must  be  wholly 
gas  with  no  trace  of  solid  or  liquid  present. 

Within  any  one  of  these  regions,  manifestiy,  we  can  choose  a  pres- 
sure arbitrarily  and  then,  holding  this  constant,  can  change  the  tem- 
perature within  wide  limits.  We  have  then  two  degrees  of  freedom. 
This  too  is  formulated  in  Gibbs*  phase  law,  for,  having  one  com- 
ponent and  but  one  phase,  the  law  tells  us  we  have  two  degrees  of 
freedom. 

Terminology.  A  system  with  no  degree  of  freedom,  as  our  illus- 
tration, ice,  water,  and  water  vapor,  is  called  invariant  or  nonvariant, 
and  its  conditions  for  equilibrium  are  represented  by  a  point.  A  sys- 
tem with  one  degree  of  freedom,  of  which  we  have  had  three  illus- 
trations, ice  and  water  vapor,  water  and  water  vapor,  ice  and  water, 
is  called  univariant  or  monovariant  and  its  conditions  for  equilibrium 
are  represented  by  lines.  A  system  with  two  degrees  of  freedom,  of 
which  we  have  had  three  illustrations,  ice,  water,  and  water  vapor,  is 
called  bivariant,  or  divariant,  and  its  conditions  for  equilibrimn  are 
represented  by  areas. 


292  THEORETICAL  AND  PHYSICAL  CHEMISTRY 

If  a  system  has  more  than  two  degrees  of  freedom  we  call  it  multi- 
variant.  We  shall  have  illustrations  of  these  s}rsteins  in  our  discus- 
sion of  solubility. 

Systems  which  contain  no  gaseous  phase,  such  as  ice  and  water  and 
no  water  vapor,  are  called  condensed  systems. 

Transformations.  One  and  the  same  solid  may  exist  in  different 
forms  and  we  have  called  this  polymorphism.  We  may  have  carbon 
as  charcoal,  graphite,  or  diamond,  phosphorus  as  red  or  wlpte  phos- 
phorus, sulphur  as  rhombic  or  monoclinic  crystals  (also  in  other 
crystalline  forms  and  amorphous),  etc.  We  shall  illustrate  a  number 
of  general  principles  by  use  of  data  obtained  for  sulphur. 

Transition  Points.  It  has  been  foimd  experimentally  that 
monoclinic  sulphur  below  95.5**  slowly  changes  to  rhombic  sulphur 
and  that  rhombic  sulphur  above  95.5^  slowly  changes  to  the  mono- 
clinic variety.  There  is  then  a  definite  temperature  below  which 
one  form  is  stable  and  the  other  form  is  metastable  and  above  which 
these  conditions  are  reversed.  This  characteristic  temperature  is 
called  the  transition  point.  (It  is  sometimes  called  the  transforma- 
tion point,  sometimes  the  inversion  point.) 

Determination  of  Transition  Points.  There  are  several  methods 
by  which  we  may  determine  transition  points.  The  description  of 
one  of  these  will  suffice  for  our  purpose.  We  make  use  of  what  is 
called  a  dilatometer,  a  very  simple  arrangement  like  an  overgrown 
thermometer.  A  reasonable  quantity  of  the  solid  to  be  investigated 
is  put  m  the  bulb  and  then  we  put  in  enough  of  some  liquid  in 
which  the  solid  is  not  soluble  to  completely  fill  the  bulb  and  stand 
at  a  convenient  height  in  the  capillary.  The  dilatometer  is  then 
inunersed  in  a  bath  and  the  temperature  is  gradually  raised.  The 
liquid  in  the  capillary  rises  regularly  while  the  heating  is  r^ular. 
But  when  the  solid  substance  begins  to  undergo  transformation,  there 
is  a  volume  change,  either  an  increase  or  diminution  in  voliune,  and 
this  becomes  apparent  by  interrupting  the  regular  rate  at  which  the 
liquid  is  rising.  The  temperature  of  the  bath  at  which  this  phenome- 
non is  first  noted  is  the  transition  point.  Actually,  observations  are 
made  with  descending  as  well  as  ascending  temperature  and  the  aver- 
age of  several  determinations  is  taken. 

Heat  of  Transformation.  That  variety  which  forms  as  tempera- 
ture rises  forms  with  the  absorption  of  heat.  This  same  quantity 
of  heat  is  given  out  again  when  the  transformation  is  reversed. 
The  fundamental  and  most  essential  difference  between  polymorphous 
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forms  is  then  their  energy  contents.  The  number  of  calories  which 
must  be  given  to  one  gram  of  one  form  to  convert  it  to  the  next,  is 
called  the  heat  of  transformation. 

Graphical  Representation.  The  close  analogy  between  transi- 
tion points  and  melting  points  is  obvious.  It  is  yet  more  plain  when 
we  draw  a  vapor  pressure 
diagram  and  study  the  phe- 
nomena in  the  Ught  of  the 
phase  law.  AB,  in  Fig.  41 
(not  drawn  to  scale),  is  the 
vapor  pressure  curve  for 
rhombic  sulphur.  It  has 
not  been  measured,  but  in 
all  probability  lies  about  as  | 
drawn.  BC  is  the  vapor  I 
pressure  airve  for  mono- 
clinic  sulphur.  These 
curves  intersect  at  B  (95.5°), 
the  transition  point.  CD  is 
the  vapor  pressure  airve  for 
liquid  sulphur.  It  inter- 
sects BC  at  C,  which  is  then 
the  melting  point  of  the 
monoclinic  variety  (120°). 

Two  Melting  Points.  While  we  have  never  yet  succeeded  in 
raising  a  solid  above  its  melting  point  it  is  easy  to  raise  it  above  its 
transition  point,  for  most  transformations  in  solids  occur  but  slowly. 
We  may  then  continue  curve  AB  to  E.  Between  B  and  E  we  have 
rhombic  sulphur  in  a  metastable  state.  We  may  supercool  liquid 
sulphur  and  so  prolong  the  curve  DC  until  it  cuts  AE  3.t  E,  This 
is,  clearly,  the  melting  point  of  rhombic  sulphur  (114.5°).  Sulphur 
has  then  two  melting  points. 

On  melting,  it  increases  in  volume,  therefore  an  increase  in  pressure 
raises  the  melting  point.  Hence  the  curve  CF,  which  represents  the 
conditions  of  equilibrium  of  the  univariant  system,  monoclinic  sul- 
phur and  liquid,  inclines  to  the  right.  The  transition  of  rhombic  to 
monoclinic  sulphur  is  also  accompanied  by  an  increase  in  volume  and 
it  has  been  foimd  that  the  transition  point  of  sulphur  is  raised  0.05° 
by  an  increase  of  one  atmosphere  in  pressure.  The  efifect  is  shown 
by  the  curve  BF  which  contains  all  the  conditions  for  equilibrium  in 


Fig.  41. 
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the  univariant  system  rhombic-monoclinic  sulphur.  Actual  experi- 
ments show  that  the  inclination  of  BF  is  greater  than  that  of  CF. 
Therefore  these  curves  must  intersect  as  at  F,  F  corresponds  to  a 
temperature  of  151°  and  a  pressure  of  1288  atmospheres.  It  is  a 
triple  point  for  the  invariant  condensed  system  of  one  component, 
sulphur,  in  the  three  phases,  rhombic,  monodinic,  and  liquid. 

Other  Triple  Points.  ^  is  a  triple  point,  the  three  phases  being 
rhombic,  monoclinic,  and  gas.  C  is  a  triple  point,  the  three  phases 
being  monoclinic,  liquid,  and  gas.  £  is  a  metastable  triple  p>ointy  the 
three  phases  being  rhombic,  liquid,  and  gas.  This  melting  p>oint  is 
also  raised  by  pressure,  and  a  moment's  reflection  will  make  clear 
that  the  line  representing  this  effect  must  pass  through  F. 

Prolongation  of  CF  beyond  F  would  represent  metastable  equi- 
librium in  the  condensed  system,  monoclinic  sulphur  and  liquid. 
Metastable,  because  the  curve  FG  representing  equilibrium  between 
rhombic  and  Uquid  sulphur  Ues  below  it.  It  is  a  general  rule  that  at 
any  one  temperature  that  variety  with  the  lowest  pressure  is  the 
stable  variety.  So  at  this  moderately  high  temperature  and  very 
high  pressure  the  usual  conditions  are  reversed  and  rhombic  instead 
of  monoclinic  sulphur  is  in  stable  equilibrium  with  the  liquid.  These 
considerations  are  of  particular  value  to  mineralogists,  furnishing 
plausible  explanations  for  the  occurrence  in  nature  of  varieties  and 
of  crystal  forms  which  we  cannot  readily  reproduce  in  the  laboratory. 

The  figure  is  most  informing  and  should  be  studied  carefully. 
For  instance,  we  can  see  at  once  that  the  conditions  for  the  stable 
existence  of  monoclinic  sulphur  are  circumscribed  on  all  sides.  The 
only  conditions  under  which  we  can  have  it  (stable)  are  represented 
by  positions  within  the  area  of  the  triangle  BCF,  We  can  have 
rhombic  sulphur  at  any  pressure  and  temperature  represented  by 
positions  in  the  area  bounded  by  ABFGy  liquid  sulphur  within  the 
area  bounded  by  DCFG,  gaseous  sulphur  within  the  area  bounded  by 
A  BCD. 

A  full  understanding  of  everything  about  this  diagram  will  make 
it  easy  to  understand  much  more  complicated  diagrams  which  have 
been  constructed  for  other  systems  with  more  components. 

The  Transformation  of  Tin.  Tin  exists  in  two  forms.  White 
tin  is  the  form  with  which  we  are  most  familiar  and  gray  tin  is  a  non- 
coherent powder.  The  transition  temperature  is  at  20°  and  the 
white  variety  is  stable  only  above  this  temperature.  It  may,  how- 
ever, be  much  supercooled  as  is  proved  by  the  innumerable  tin  roofs 
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which  endure  the  low  temperatures  of  winter  without  changing  to 
the  gray  variety.  Such  a  roof  is,  however,  in  a  metastable  state  and 
minute  particles  of  gray  tin,  the  other  phase,  will  start  the  change. 
Or,  in  extremely  cold  weather,  the  limits  of  supercooling  may  be 
overpassed  and  the  change  may  begin  spontaneously.  Then  the  tin 
plate  becomes  covered  with  peculiar  gray  spots.  The  area  about 
these  spots  consists  of  this  pulverulent  tin,  without  coherence,  and 
wholly  useless  as  a  protective  coating.  This  process  ruins  a  roof  or 
any  other  tin  plate  and  is  aptly  called  the  "  tin  pest." 

White  tin  below  20°  in  contact  with  a  solution  of  "  pink  salt"  (tin 
ammonium  chloride)  transforms  rapidly. 

Velocity  of  Transformation.  The  velocity  of  transformation 
from  one  solid  variety  to  another  varies  much.  For  instance,  tetra- 
brommethane  changes  as  rapidly  as  a  solid  melts,  while,  on  the 
other  hand,  graphite  and  diamond  change  so  slowly  that  we  do  not 
know  where  the  temperature  of  change  is,  nor  which  of  these  is  the 
stable  variety  at  ordinary  temperatures. 

Unknown  Transition  Points.  We  know  substances  which  exist 
in  two  varieties,  each  variety  having  its  own  melting  point,  and 
yet  showing  no  transition  point.  The 
plausible  explanation  for  these  facts 
is  contained  in  Fig.  42.  ED  is  the  1 
vapor  pressure  curve  for  liquid  ben- 
zophenone,  and  on  its  prolongation 
through  5  to  F  it  is  in  a  metastable 
state.  CD  is  the  vapor  pressure  curve 
for  one  solid  variety  and  Z)  is  its 
melting  point  (48°).    There  is  a  sec-  p. 

ond  solid  variety,  with  higher  vapor 

pressures  (therefore  metastable),  and  its  vapor  pressure  curve  is  rep- 
resented by  the  broken  curve  AB,  Where  this  cuts  the  liquid  curve, 
at  B,  we  have  the  melting  point  of  this  variety  (26°).  Both  solids 
melt  before  their  vapor  pressure  curves  intersect.  Such  intersection 
is  the  transition  point,  and  this  explains  the  fact  that  we  have  not  as 
yet  determined  it.  It  will  be  observed  that  if  the  two  curves  were 
continued  they  would  intersect  somewhere  about  G,  which  would 
then  be  the  transition  point.  They  are  not  prolonged  because  we 
cannot  heat  a  solid  above  its  melting  point. 

Least  Stable  Variety  Forms  First.  It  might  seem  that  when 
such  a  liquid  solidifies  the  stable  variety  should  always  form  and  that; 
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therefore;  polymorphous  forms  should  be  impossible.  But  we  have 
foimd  it  to  be  a  general  rule  that  when  a  change  occurs,  and  several 
varieties  with  different  vapor  pressures  are  possible,  that  one  with 
the  highest  vapor  pressure  is  the  most  apt  to  form.  The  vapor  pres- 
sure drop  tends  to  be  as  small  as  possible;  the  least  stable  variety 
forms  first.  This  may  continue  indefinitely  if  no  trace  of  the  other 
phase  is  present.  On  the  other  hand,  metastable  conditions  some- 
times break  down  spontaneously  and  then  we  have  the  stable  form. 

Solidification  May  Follow  Melting.  This  figure  also  explains  a 
curious  phenomenon  sometimes  observed.  A  few  substances  are 
known  which,  as  the  temperature  is  slowly  and  r^;ularly  raised,  first 
melt,  then  solidify,  then  melt  a  second  time.  A  metastable  solid 
melts  as  at  B.  The  liquid  is  metastable  and  the  second  solid  variety 
may  form  before  its  melting  point  is  reached.  Further  heating  then 
brings  us  to  the  melting  point  of  this  variety,  as  at  D. 

Monotropy  and  Enantiotropy.  Substances  like  benzophenone, 
with  two  solid  varieties  and  two  melting  points,  but  whose  transition 
points  are  unknown,  are  called  monotropic.  Substances  like  sulphur 
with  two  melting  points  and  a  known  transition  point  are  called 
enantiotropic.  One  substance  may  exist  in  three  or  more  varieties 
and  display  the  phenomenon  of  enantiotropy  with  respect  to  a  pair 
or  pairs  of  forms  and  monotropy  with  respect  to  other  pairs. 

Thermodynamic  Potential.  When  substances  change  from  one 
phase  to  another,  either  from  one  condition  of  aggregation  to  another 
or  from  one  form  to  another,  the  change  is  due  to  energy,  and  whether 
the  process  will  occur  or  not,  and  in  which  direction,  is  determined  by 
the  intensity  factor.  There  is  no  essential  difference  between  these 
processes  and  chemical  reactions;  therefore  the  measure  of  the  tend- 
ency to  change  is  a  measure  of  chemical  potential.  It  is  also  in  these 
cases  often  called  the  thermodynamic  potential. 

We  have  devoted  as  much  time  and  space  as  we  can  afford  to  the 
consideration  of  heterogeneous  equilibrium  in  systems  of  one  com- 
ponent and  have  brought  out  the  fundamental  principles  involved. 
This  is  the  main  purpose  of  this  book  and  no  one  topic  is  exhausted 
before  we  must  pass  on  to  the  next.* 

•  For  additional  information  the  reader  is  referred  to  "The  Phase  Rule,"  by 
W.  D,  Bancroft,  248  pp.  (1897).  "The  Phase  Rule,"  by  Alexander  FindUy, 
313  pp.  (1904).  "Die  Heterogenen  Glcichgewichtc,"  by  H.  \V.  Bakhuis  Rooze- 
boom,  first  part,  217  pp.  (1901);  second  part,  467  pp.  (1904);  third  part  (continued 
by  F.  A.  H.  SchrdDemakers),  313  pp.  (191 1). 


CHAPTER  XXn 
SOME  ELEMENTARY  THERMODYNAMIC  DEDUCTIONS 

That  branch  of  science  which  deals  with  conversions  of  heat 
energy  into  mechanical  energy  and  tile  converse  is  called  thermo- 
dynamics. The  facts  lend  themselves  peculiarly  well  to  succinct  yet 
adequate  and  accurate  expression  in  mathematical  formiilae.  Many 
of  these  formulae  are  of  such  a  general  nature  they  apply  to  all  proc- 
esses. We  have  reached  a  point  in  our  study  where  it  is  desirable 
that  we  shoiild  have  a  knowledge  of  the  simplest  of  these,  and  of 
the  methods  by  which  they  were  derived,  both  to  roimd  oflF  some  of 
the  topics  already  considered  and  also  as  starting  points  for  future 
considerations. 

The  basis  of  all  thermodynamical  deductions  is  the  two  laws  which 
were  stated  so  fully  in  Chapter  III  that  no  repetition  is  necessary. 
The  subject,  as  ordinarily  presented,  consists  of  a  number  of  these 
mathematical  deductions  and  of  little,  if  anything,  else;  that  is,  it  is 
almost  purely  deductive. 

Formulation  of  the  First  Law.  Suppose  we  convert  A  gram- 
centimeters  of  work  into  heat  and  obtain  W  calories.  7  is  a  pro- 
portionality factor,  the  mechanical  equivalent  of  heat.  Then  A  =  JW, 
a  mathematical  expression  of  the  law  of  the  conservation  of  energy. 
This  particular  application  of  the  universal  law  is  called  the  first  law 
of  thermodynamics. 

Suppose  we  have  a  system  consisting  of  any  set  of  substances, 
capable  of  entering  into  a  process.  Let  U\  equal  the  total  internal 
energy  of  the  system  before  the  process  begins  and  let  U^  equal  its 
total  internal  energy  after  the  completion  of  the  process.  Then 
Ui  —  U2  equals  the  difference  in  internal  energy  due  to  the  process. 
Let  A  equal  the  quantity  of  work  which  was  done  and  Q  the  quantity 
of  heat,  measured  in  the  same  system  of  units  as  A ,  say  ergs,  which 
was  given  out  by  the  system  during  the  process.  Both  work  and 
heat  must  have  come  from  the  internal  energy,  therefore  Ui  —  Ut 
=^  A+Q,    It  is  customary  to  denote  change  in  internal  energy  by  U\ 

then  C/  =  t/i  -  t/,,  and  t/  =  ^  +  g  (i) 

another  mathematical  expression  of  the  first  law  of  thermodynamics. 
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Of  course  part  of  the  process  may  consist  in  doing  work  on  the 
system,  as  in  compressing  a  gas,  and  the  internal  energy  may  increase 
instead  of  diminishing  during  the  process.  Again,  the  process  may 
absorb  heat  as  well  as  do  work.  In  such  a  case  the  sign  of  Q  would 
be  changed.  A  moment's  reflection  as  to  whether  work  is  done  on 
the  system  or  by  the  system,  whether  heat  is  given  off  by  the  system 
or  given  to  it,  will  determine  the  signs  before  the  quantities  in  the 
above  equation,  and  will  fit  if  to  any  process. 

Suppose  the  initial  and  final  conditions  of  a  given  system  to  be  the 
same  in  two  cases,  but  that  in  the  first  case  we  reached  the  end  by 
one  route  and  in  the  second  by  another.  According  to  the  law,  the 
energy  difference  must  be  the  same  in  each  case,  for  if  it  were  not,  we 
could  let  the  system  do  work  by  the  harder  route  and  then  force  it 
back  to  its  initial  conditions  by  the  easier  route  and  thus  gain  more 
than  an  equivalent  of  the  work  we  put  in  at  each  complete  revolution, 
or  cycle  as  we  call  it.  We  should  thus  be  creating  energy,  and  the 
first  law  states  that  this  is  impossible.  Then  we  may  say,  provided 
the  initial  and  final  conditions  are  the  same,  the  process  or  processes, 
one  or  many,  by  which  we  pass,  make  no  difference  in  the  total  energy 
change.  Another  way  of  expressing  the  same  thing  is  to  say  the 
algebraic  sum  of  the  energy  changes,  few  or  many,  between  given 
conditions,  is  a  constant.  This  finds  many  important  applications. 
In  thermochemistry  it  appears  as  the  law  of  constant  heat  summa- 
tion (see  Chapter  XXVII.) 

Work  Done  by  a  Gas  Expanding  Isothermally.  Let  us  con- 
sider a  very  simple  process.  Suppose  a  gas  of  volume  ti,  in  a  cylinder 
with  a  frictionless  piston,  expands  isothermally  (temperature  con- 
stant), while  the  pressure  also  remains  constant,  until  it  occupies  the 
volume  V2.  It  pushes,  with  a  pressure,  p,  through  a  distance  corre- 
sponding to  the  increase  in  volume  and  so  it  does  work,  A ,  equal  to 

p  (v2  —  I'l)- 

As  a  matter  of  fact,  when  a  definite  quantity  of  a  gas  expands  iso- 
thermally the  pressure  does  not  remain  constant  but  diminishes  as 
the  volume  increases;  yet,  if  we  consider  an  exceedingly  small  in- 
crease in  volume,  Jr,  the  pressure  may  be  considered  as  practically 
constant.    The  exceedingly  small  quantity  of  work  done  during  this 

change  may  be  denoted  by  dA .    Then  dA  =  pdv, 

RT 
If  we  are  dealing  ^ith  an  ideal  gas,  pv  =  RT  or  p  = Substi- 

RT 
tuting  this  value  in  the  above  equation,  we  have  dA  =  —  dv.     Inte* 
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grating  this  expression  we  obtain  A  =  RTln  v  +  C*  The  integration 
constant  may  be  eliminated  as  follows:  If  »,  the  final  volume,  equals 
Vi,  the  original  volume,  there  is  no  change  in  volume  and  no  work  is 
done;  ^  =  o.  Then  o  =  RTlnvi  +  C  and  C  =  -RTlnvi.  Substi- 
tuting this  value  for  C  we  obtain, 


A  =  RTlnv-  RTlnvi  ==  RT {Inv-  Invi)  =  RTln- 

Vi 


(2) 


The  expansion  we  are  considering  being  from  Vi  to  v^  the  formula 
becomes  A  =  RTln—  and  from  this  we  readily  derive  the  formula  by 

which  to  calculate  the  work  corresponding  to  a  change  from  an  original 

RT 

pressure  pi  to  a  final  pressure  ^.    From  the  gas  law  we  have  Vi  =  —— 


and  Vi  = 


RT 


Substituting  these  values  in  our  equation  we  have 
A  =  RTln^X  ^    or    ^  =  RTln^- 


pi       RT 


Pt 


(3) 


A  graphical  representation  is  helpful  in  following  the  reasoning 
by  which  this  formula  is  derived.  In  Fig.  43  volumes  are  laid  ofiF 
on  the  horizontal  and  pres- 
sures on  the  vertical.  piVi 
are  the  initial  and  p^vi  are 
the  final  conditions.  Assimi- 
ing  the  gas  to  be  ideal  and 
the  temperature  constant, 
piVi  =  P2V2  and  the  curve  is  a  p* 
right-angle  hyperbola.  When 
the  volume  increases  a  small 
amount,  dv,  the  gas  does  work 
equal  to  dv  times  the  pres- 
sure. This  work  is  repre- 
sented by  the  area  enclosed 
by  ViA  ah.  This  area  is  almost 
exactly  p  dv,  and  the  smaller 


P. 


Fig.  43. 


we  make  dv  the  more  accurate  is  the  expression.  All  the  work  done 
by  the  gas  in  expanding  isothermally  from  piVi  to  p2Vi  is  represented 
by  the  area  enclosed  by  ViABvz.    We  may  imagine  this  as  made  up 


^  InxX  0.434  29  »  log  X  or  log  x  X  2.3026  =  Inx  (see  Appendix). 
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of  a  great  many  small  slices  the  area  of  each  being  p  dv.    Therefore 
the  whole  area,  or  the  whole  work, 


=   /   pdv. 


Smce  pv  =  RT,  p^  — »  and  substituting,  A=^RT  I    -=  RTln^y 

the  formula  sought. 
Amount  of  Heat  Which  Can  Be  Converted  to  Woik.    Suppose 

we  have  a  quantity  of  an  ideal  gas  in  a  cylinder  with  a  frictionless 
piston,  and  that  we  have  two  large  reservoirs  of  water,  one  at  tem- 
perature T  and  the  other  at  the  slightly  higher  temperature  T  +  dT. 
Put  the  cylinder  in  the  first  and  the  volume  of  the  gas  becomes  Vi. 
Compress  the  gas  to  volume  V2  so  slowly  the  heat  is  taken  up  by  the 
reservoir  and  the  temperature  of  the  gas  does  not  change.    The 

work  required  for  this  compression  is  ^  =  RTln  —  •     Call  the  amount 

of  heat  equivalent  to  this  work,  Q,  As  our  gas  is  supposed  to  be 
ideal,  piVi  =  P2V2  and  there  is  no  change  in  its  internal  energy,  so 

Q  =  RTln-'  (4) 

Now  transfer  to  the  second  reservoir  and,  holding  the  volume  con- 
stant, wait  until  the  temperature  of  the  gas  has  become  T  +  dT.  If 
K  be  the  heat  capacity  of  the  gas  it  will  take  up  K  dT  calories  from 
the  reser\'oir.  Now  let  the  gas  do  work  so  slowly  it  takes  up  heat 
from  the  reservoir  at  the  same  rate  and  remains  at  the  constant 
temperature  T  +  dT,  until  its  volume  becomes  Vi  again.     It  has 

done  work  equal  to  A  -\-  dA  =  R{T  -\-  dT)  In  —  >  and  since  its  internal 

energy  remains  the  same  it  has  taken  the  equivalent  of  this  work 
in  the  form  of  heat  from  the  reservoir  or, 

Q  +  dQ  =  R{T  +  dT)ln^^-  (s) 

Now  put  the  machine  back  in  the  first  reservoir  and  wait  until  it 
has  resumed  its  original  temperature,  T.  In  so  doing  it  gives  the 
reser\'oir  an  amount  of  heat  A'  dT  and  is  back  in  exactly  its  original 
condition. 

By  this  reversible  cyclical  process  we  have  transferred  a  quantity 
of  heat  Q  +  KdT  from  the  temperature  T  +  dT  to  the  lower  tem- 
perature T.    We  did  work  on  the  gas  equivalent  to  Q  and  the  gas  did 
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work  equivalent  to  Q  +  dQ  and  so  dQ  is  the  amount  of  heat  equiva- 
lent to  the  gain  in  work,  dA,  when  Q^  KdT  of  heat  is  transported 
from  the  temperature  T  +  dT  to  the  temperature  T.  KdT  is  so 
small  in  comparison  with  Q  it  may  be  disregarded;  therefore, 

Q^Q  +  KdT. 

Expand  equation  (5)  and  we  have, 

Q  +  dO  =-  RTln-  +  RdTln^' 

Subtract  equation  (4)  and  we  have, 

dO^RdTln^' 
^  vi 

Divide  this  by  equation  (4)  and  we  get, 

,^      RdTln—       ,-, 
oQ v%  _  oT 

or  dQ^QY    ^^    dA=QY'  (6) 

This  is  the  fimdamental  mathematical  expression  of  the  second  law 
of  thermodynamics. 

In  words,  this  formula  tells  us  that  the  fraction  of  all  the  heat 
transported  which  can  be  converted  into  useful  work  by  a  perfect 
machine  is  the  same  as  the  fraction  given  by  placing  the  difference 
in  temperature  in  the  numerator  and  the  lower  temperature  on  the 
absolute  scale  in  the  denominator. 

Economic  Coefficient.  Let  (y^^Q  +  dQ;  then  dQ^^Q'-Q. 
Let  T  =^T  +  dT]  then  dT  =  T  -  T.    Substitute  in  (6)  and  get, 

Q  T      ' 

Multiplying  out  we  have  Q^T-QT^  QT-  QT,  or  Q'T  =  QT',  or 
^  =  ^,»  or  I  -  ^  =  I  -  ^»  or  ^  Q,     =  —jTt —   (Remember  that 

V  is  the  higher,  T  the  lower  temperature,  and  that  Q'  is  the  whole  of 
the  heat  and  Q  is  the  heat  not  converted  into  work.)    This  value, 

•    ^     » is  often  called  the  economic  coeflSdent,  expressing,  as  it  does, 

the  ma^'mum  fraction  of  the  whole  of  the  heat  transferred  which  can 
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be  converted  to  work  by  the  most  ideally  perfect  machine  working 
between  the  given  temperatures. 

An  illustration  will  show  its  utility.  Suppose  a  perfect  steam  en- 
gine to  be  furnished  with  steam  at  200°  while  the  condenser  is  at 

100°.  T'  =  473,  T  =  373.  — =7 —  =  —  or  a  little  more  than  one- 
fifth  of  the  total  heat  transferred  may  be  converted  to  work  by  the 
most  perfect,  frictionless  engine.  Of  course  all  machines  are  much 
less  efficient  than  this. 

Suppose  the  explosions  in  a  gas  engine  raise  the  temperature  of  the 
products  of  combustion  to  1000°,  and  suppose  the  temperature  of 

the  exhaust  to  be  100°.    Then  we  have  — — — ^^  =  -^-—  or  almost 

1273  1273 

three-fourths  of  all  the  heat  transferred  might  be  converted  to  useful 
work  by  an  ideally  perfect  engine.  Of  course  realization  is  far  short 
of  this,  but  here  we  have  the  underlying  reason  for  the  relatively 
high  efficiency  of  internal  combustion  engines. 

Calculation  of  Heat  of  Vaporization.  Suppose  we  have  a  molec- 
ular weight  in  grams  of  a  liquid  at  some  temperature  T.  The 
pressure  is  the  vapor  pressure  at  that  temperature,  p,  and  the  volume 
is  V,  We  shall  imagine  it  in  a  cylinder  with  a  frictionless  piston  just 
resting  on  the  surface  of  the  Uquid  with  a  pressure  equal  to  the  vapor 
pressure  p.  Put  the  cylinder  in  a  large  tank  of  water  at  the  tempera- 
ture T  +  dT.  This  causes  the  pressure  to  rise  to  p  +  dp  and  of 
course  that  pushes  back  the  piston.  Heat  is  obtained  from  the  tank, 
and  the  process  will  not  stop  until  all  the  liquid  has  become  vapor. 
Let  X  equal  the  amount  of  heat  so  taken  up;  it  is  by  definition  the  molec- 
ular heat  of  vaporization.  Let  v'  equal  the  much  larger  volume  now 
occupied  by  the  substance  as  a  gas.  Now  transfer  the  cyUnder  to  a 
tank  of  water  at  temperature  T  and  allow  the  gas  to  liquefy.  In  the 
process  it  \y\\\  give  up  the  same  quantity  of  heat,  X,  to  the  tank  at 
this  temperature.  We  have  thus  transferred  the  total  quantity  of 
heat,  X,  from  T  +  dT  to  T,  In  expanding  the  system  did  work 
equal  to  (v'  —  v)  (p  +  dp),  in  condensing,  work  was  done  on  it  equal  to 
(v'  -  v)  p.  Then  {v'  -  v)  (p  +  dp)  -  (r'  -  v)  p  =  gain  in  work  =  dA . 
Multiply   out  and  cancel  and  we    obtain    W  —  v)  dp  =  dA,     But 

/IT*  AT 

from  equation  (6)  we  know  dA  =  (?  -yr*    Therefore,(r'— t;)(f^=X-=-• 
This  is  called  the  Clausius-Clapeyron  formula. 
The  volume  of  a  molecular  weight  in  grams  of  a  liquid  is  negligible 
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as  compared  to  its  volume  as  a  gas.     (For  instance  18  cm*  H2O 

liquid  would  occupy  22  400  X  ^^  at  100°  and  760  mm.)  So  we  may 
write, 

^dp  =  \^    or    \  =  r/T^-  .    (7) 

In  words,  the  molecular  heat  of  vaporization  is  equal  to  the  volume 
occupied  by  the  substance  as  a  gas  times  the  absolute  temperature 
at  which  the  vaporization  is  carried  out  times  the  coeflScient  of  in- 
crease in  vapor  pressure  with  increase  of  temperature.  Thus  we  may 
calculate  the  heat  of  vaporization  from  the  inclination  of  the  vapor- 
pressure  curve.  But  now  this  v'  is  the  volume  of  the  substance  as  a 
gas,  and  if  the  conditions  are  such  that  the  gas  laws  apply  we  have 

RT 
pv  =  RT  or  v'  =  -— •     Substituting  in  (7)  we  have, 

X  =  RT-^-  (9) 


This  is  the  same  as 


To  illustrate  the  way  in  which  this  formula  may  be  applied  let  us 

calculate  the  molecular  heat  of  vaporization  of  water  at  100°.    The 

vapor  pressure  of  water  at  99.5°  is  746.52,  at  100.5°  ^^  ^s  773.69  mm. 

dp 
Hence  ^  =  773.69  —  746.52  =  27.17  mm.*  =  0.035  75  atmospheres. 

R  =  1.98  cal.  (see  Chapter  XXVII).    p  =  i  smd  T  =  373.    Therefore, 

X  =  1.98  X  373^  X  0.035  75  =  9849  cal. 

The  heat  of  vaporization  of  one  gram  of  water  at  100®  is  found 
experimentally  to  be  538.7  cal.  Multiply  this  by  18  to  obtain  the 
molecular  heat  of  vaporization  and  we  have  9700  cal.  The  result  of 
the  calculation  is  in  only  fair  agreement  with  the  experimental  result, 
but  we  omitted  several  corrections.  We  assumed  the  gaseous  water 
occupied  the  full  theoretical  volmne,  whereas  experimentally  it  has 
been  found  to  occupy  a  smaller  volume  (gases  are  too  compressible 
near  their  points  of  condensation).  If  we  had  utilized  the  actual 
volume  the  results  would  have  checked  better. 

*  See  W.  Nerast  and  A.  Schdnfliess^  "EinfUhrung  in  die  Mathematische  Behand- 
liing  der  Naturwissenschaf ten, "  fifth  edition  (1907),  p.  287.  This  book  (371  pp.) 
is  recommended  to  those  desiring  to  study  the  mathematical  treatment  of  our 
subject. 
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Calculation  of  Change  of  Melting  Point  upoa  Cluuigie  of 
Pressure.  The  {ormula  which  we  developed  for  the  heat  of  vqxxi- 
zation  applies  by  exactly  the  same  process  of  reasoning  to  the  heat  of 
fusion  or  liquefaction.  Let  p  equal  the  molecular  heat  of  fusion  and 
V  the  increase  in  volume  upon  melting.  Then  equation  (7)  becomes, 
upon  inserting  these  quantities, 

P-vT%  (10) 

or  dT  =  —dp. 

P 

When  ice  changes  to  water  there  is  a  diminution  of  volmney  and  so  v 
is  a  minus  quantity.  Temperature  and  heat  of  fusion  are  both  plus 
quantities.  Therefore,  if  dp  is  a  plus  quantity,  dT  must  be  a  minus 
quantity.  In  other  words  an  increase  of  pressure  must  lower  the 
melting  point  of  ice.    This  is  the  fact  foimd  by  experiment. 

We  may  readily  calculate  how  much  an  increase  in  pressure  amount- 
ing to  one  atmosphere  vdll  lower  the  melting  point  of  ice.  In  thk 
case,  T=  273,  p  =  80  cal.  80  cal.  =  80  x  42  660  gram-centimeters. 
One  gram  of  water  becoming  ice  increases  its  volume  0.09  cm'. 
dp  =  y6  X  13.59  =  1033.3  grams  per  cm*.    Substituting  in  (10)  we 

have,  dT  =  ^'^     H^  X  1033.3,  and  dT  =  0.007  43°;  i.e.,  an  increase 
oo  X  42  000 

of  one  atmosphere  in  pressure  lowers  the  melting  point  of  ice  by 

0.007  43°.    This  is  the  value  found  experimentally. 

Temperature  Coefficient.  Suppose  a  process  takes  place  in  a 
system  at  the  constant  temperature  T,  and  that  this  involves  a  loss, 
Ut,  in  the  internal  energy.  After  this,  the  system  is  warmed  to  the 
temperature  T  +  dT  while  the  volume  is  held  constant  so  that  no  ex- 
ternal work  is  done.  If  K2  represents  the  heat  capacity  of  the  prod- 
ucts of  the  process,  K^flT  calories  of  heat  are  added  to  the  system.  The 
system  finally  contains  Ut—  K^dT  less  energy  than  at  the  beginning. 

Now  start  again  with  the  original  system  and  warm  it  to  T  -f-  dT 
before  permitting  the  process  to  occur.  If  A'l  represents  the  heat 
capacity  of  the  initial  substances  we  must  give  the  system  Ki  dT 
calories.  Now  permit  the  process  to  proceed  to  the  same  final  con- 
ditions as  before.  The  loss  in  internal  energy  due  to  the  process  is 
Ur-k-dT'  The  total  loss  by  this  second  route  is  Ur-k-dT  —  -^1  dT  and 
as  initial  and  final  conditions  arc  the  same  in  both  cases, 

Ut  ""  Kt  dT  =  Ut + dr  ~  i^i  dT,  or  iC i  —  ^1  = .j. 
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As  dT  is  an  exceedingly  small  quantity,  it  is  reasonable  to  suppose 
that  the  difference  between  the  internal  energy  changes,  Ur-^-dT  "~  Ut 
is  also  a  very  small  quantity,  appropriately  represented  by  dU. 
Then 

K,-K,  =  ^^>  (II) 

dU  is  the  small  change  in  energy  manifestation  due  to  the  small 

change  dT  in  the  temperature,  and  so  -7^  is  the  temperature  coeiBident 

of  the  process.    Thus  we  have  deduced  that  the  temperature  co- 

eflScient  of  any  process  is  measured  by  the  difference  in  heat  capacities 

of  the  initial  and  final  substances. 

Interesting  conclusions  may  be  drawn  from  this  equation  (11)  when 

applied  to  a  chemical  reaction.    Suppose  the  process  just  outlined 

consists  in  a  reaction  ol  A  +  B  to  form  C  +  D.    Then  Ki  is  the  heat 

capacity  of  the  system  A  +  B,  and  K2  is  the  heat  capacity  of  the 

system  C  +  D.    All  changes  in  internal  energy  may  be  measured  in 

terms  of  heat^and  we  may  write  dQ  for  dU.    Then  equation  (11)  is 

dO 
the  same  as  JTi  —  iTj  =  ^      (^  is  the  difference  in  the  heat  of  the 

reaction  when  it  occurs  at  the  temperature  T  +  dT  instead  of  at  T. 

and  -1^  is  the  temperature  coefficient  of  the  heat  of  reaction. 

It  follows  from  the  equation  that  if  the  specific  heats  of  the  re- 
acting substances  are  the  same  as  the  specific  heats  of  the  products, 
Ki  =  K2  and  the  temperature  coefficient  becomes  equal  to  o.  No 
matter  what  the  temperature,  the  reaction  proceeds  with  the  evolu- 
tion of  the  same  amoimt  of  heat.  It  has  then  the  same  tendency 
to  react,  the  same  chemical  potential,  at  all  temperatures. 

If  the  heat  capacity  of  the  products  is  less  than  that  of  the 
reacting  substances,  the  coefficient  is  positive  and  the  tendency 
to  react,  the  chemical  potential,  is  greater  the  higher  the  tempera- 
ture. Also,  the  higher  the  temperature  the  more  exothermic  is  the 
reaction. 

If  the  heat  capacity  of  the  products  is  greater  than  that  of  the 
reacting  substances,  the  coefficient  is  negative  and  the  tendency  to 
react,  the  chemical  potential,  is  less  the  higher  the  temperature.  At 
a  sufficiently  high  temperature  such  a  reaction  would  cease  to  be 
exothermic. 
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More  of  the  deductions  of  thermodynamics  might  profitably  be  in- 
cluded, but  these  are  the  most  essential  and  must  suffice.* 

Such  deductions  are  as  certain  as  the  fimdamental  principles  or 
facts  from  which  they  start,  provided  no  mistakes  ajre  made  in  the 
mathematical  steps,  and  provided  no  imjustfiable  hypotheses  are 
introduced  in  the  course  of  the  reasoning.  They  are  so  satisfactory  to 
the  critical  mind  it  is  hardly  to  be  wondered  at  that  they  are  increas- 
ing in  favor.  One  might  hesitate  to  say  they  are  becoming  popular. 
But  there  is  evidence  that  we  are  in  danger  of  overestimating  them. 
They  are  as  certain  as  the  premises,  but  not  more  so,  and  those 
premises  are  the  result,  first  of  actual  experiment,  and  second  of  in- 
duction. The  deduction  follows  as  the  third  step  in  right  thought, 
and  experimental  verification  should  follow  as  the  foiirth.  One  must 
not  forget  that  study  of  objective  sciences  should  begin  with  experi- 
ment and  end  with  experiment.  Thus  these  highly  cherished  ther- 
modynamic reasonings  form  but  a  quadrant  of  the  wheel  of  sciendfic 
progress. 

^  For  additional  information  the  reader  is  referred  to  "Treatise  on  Thennody- 
oamics,"  by  Max  Planck,  translated  by  Alexander  Qgg,  272  pp.  (1903). 
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VAPOR  PRESSURE  OF  SOLUTIONS 

Dissolve  a  substance  in  any  solvent  and  the  vapor  pressure  of 
the  solvent  is  invariably  lessened.  The  vapor  pressure  of  the  solu- 
tion is,  however,  the  sum  of  the  vapor  pressures  of  the  solvent  and 
solute.  Therefore  it  mdy  be  greater,  less,  or  equal  to  that  of  the  piure 
solvent.  To  imderstand  this  more  clearly  think  of  a  solution  con- 
taining A  and  B,  The  vapor  pressure  of  ^4  is  less  because  of  the 
presence  of  B  and  that  of  B  less  because  of  the  presence  of  A.  But 
the  sum  of  these  lessened  vapor  pressures  may  be  greater,  less,  or 
equal  to  either  one. 

The  Case  of  two  Liquids.  When  two  liquids  are  mutually  in- 
soluble, the  vapor  pressure  of  a  mixtiure  of  them  is  the  sum  of  their 
individual  vapor  pres- 
sures and  greater  than 
either  alone. 

If  two  Uquids  are  mu- 
tually soluble  in  all  pro- 
portions we  have  three 
typical  cases: 

I.  Starting  with  the 
vapor  pressure  of  pure 
A^  as  more  and  more  B 
is  added,  the  vapor  pres- 
sure of  the  mixture  rises 
to  a  maximiun  and  then 
falls  to  the  vapor  pres- 
sure of  B.  This  is  shown 
graphically  by  curve  AB 
in  Fig.  44.  The  left-hand 
vertical   corresponds   to 


Fig.  44. 


100  per  cent  A  and  o  per  cent  5,  the  right-hand  vertical  to  o  per  cent 
A  and  100  per  cent  B.  Thus  every  possible  composition  from  pure  A 
to  pure  B  is  represented  by  positions  on  the  horizontal.    The  middle 
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point,  for  instance,  corresponds  to  50  per  cent  A  and  50  per  cent  B. 
The  vapor  pressures  of  the  different  solutions  are  laid  oflF  as  vertical 
heights,  and  curve  AB  shows  a  maximum  vapor  pressure  for  about 
60  per  cent  A  and  40  per  cent  B. 

2.  Starting  with  the  vapor  pressure  of  pure  C,  upon  adding  D  we 
observe  diminishing  vapor  pressures  to  a  minimum,  and  then  an 
ascension  to  the  vapor  pressure  of  pure  D,  as  shown  in  curve  CD. 

3.  Starting  with  the  vapor  pressure  of  pure  £,  as  we  add  F  we 
find  a  gradual  decrease  in  vapor  pressure  to  that  of  F  with  neither 
maximum  nor  minimum,  as  shown  in  curve  EF. 

4.  We  might  have  a  pair  of  substances  showing  both  a  maximum 
and  a  minimum,  as  shown  in  curve  GHy  though  no  such  case  has  e\'er 
yet  been  found. 

The  Theory  of  Fractional  Distillation.    The  vapor  rising  from 
a  mixture  is,  in  general,  of  a  different  percentage  composition  from 
that  of  the  liquid,  and  since  whatever  has  the  greatest  vapor  pres- 
sure will  vaporize  first,  the  composition  of  the  vapor  will  differ  from 
that  of  the  liquid  in  the  sense  of  the  rising  portions  of  the  curves  in 
Fig.  44.     For  instance,  if  we  have  a  solution  containing  90  per  cent 
A  and  10  per  cent  B  its  vapor  pressure  vdW  be  the  vertical  height  A' A'. 
At  the  point  K  the  ascending  part  of  the  curx-^e  corresponds  to  more  B 
and  less  A ,  therefore  the  gas  above  this  solution  will  contain  more  B 
and  less  A  than  the  liquid.     If  we  have  a  solution  containing  10  t)er 
cent  A  and  90  per  cent  B  its  vapor  pressure  will  be  the  vertical  height 
MAf.    At  the  point  J/,  the  ascending  part  of  the  curve  corresponds  to 
more  A  and  less  B,  and  so  the  vapor  will  contain  more  than  10  f)er 
cent  A  and  less  than  90  per  cent  B,    The  same  reasoning  applies  to 
all  the  cur\'es  and  it  is  not  necessary  to  be  more  explicit. 

Distillation.  These  considerations  and  this  figure  tell  us  just 
what  will  happen  if  we  attempt  to  distill  these  mixtures.  Suppose  we 
have  the  90  per  cent  .4,  10  per  cent  B  mixture;  clearly,  the  tendency 
will  be  to  get  as  distillate  a  solution  of  composition  corresponding  to 
the  maximum  vapor  pressure  PP  and  purer  and  purer  A  will  remain 
behind.  If,  at  the  beginning,  we  have  the  10  per  cent  A ,  90  per  cent  B 
mixture  we  shall  again  tend  to  have  the  maximum  vapor-pressure 
mixture  PP  as  a  distillate,  but  this  time  pure  J5  as  a  residue. 

If  the  liquids  are  like  CDy  starting  with  90  per  cent  C  and  10  f)er 
cent  D,  we  shall  tend  to  have  pure  C  as  a  distillate  and  the  mixture 
with  minimum  vapor  pressure  QQ  as  a  residue.  If  we  start  with 
10  per  cent  C  and  90  per  cent  D  we  shall  tend  to  have  pure  D  in  the 


VAPOR  PRESSURE  OF  SOT-UTIONS 


309 


distillate  and  the  same  solution  with  minimum  vapor  pressure  QQ  as 
a  residue.  So  only  in  case  the  substances  behave  as  represented  by 
EF,  showing  neither  a  maximum  nor  a  minimum  vapor  pressure,  can 
we  hope  to  effect  a  complete  separation  by  fractional  distillation. 

Mixtures  with  Constant  Boiling  Points.  If  we  have  a  solution 
of  A  and  B  in  just  the  right  proportions  for  the  maximum  vapor 
pressure,  this  mixture  will  distill  over  at  a  constant  boiling  point  as 
if  it  were  a  pure  substance.  A  mixture  of  about  70  per  cent  propyl 
alcohol  and  30  per  cent  water  behaves  in  this  way.  This  maximum 
vapor  pressure  corresponds  to  a  minimum  boiling  point. 

If  we  have  a  mixture  of  C  and  D  in  the  right  proportions  for  the 
minimum  vapor  pressure  it  has  a  constant  (maximum)  boiling  point 
and  distills  over  unaltered  like  a  pure  substance  also.  Sixty-eight 
per  cent  nitric  acid  and  32  per  cent  water  is  an  illustration  of  this 
type. 

Constant  Boiline-point  Mixtures  not  Chemical  Compounds. 
It  was  thought  that  the  constancy  of  the  boiling  points  proved  these 
mixtures  to  be  chemical  compounds,  hydrates.  But  the  ailment  is 
not  satisfactory,  for  these  mixtures  do  not  contain  their  constituents 
in  the  stoicheiometric  proportions  and  so  long  as 
we  retain  our  present  definition  of  chemical  com- 
pound this  excludes  these  mixtures.  Moreover, 
and  more  conclusive,  if  we  alter  the  pressure,  thus 
altering  the  temperature  at  which  ebullition  begins, 
the  profwrtions  of  the  constant  boiling  mixture  are 
altered  also.  This  could  not  happen  if  these  mix- 
tures were  really  chemical  individuals. 

When  Vapor  Pressure  of  the  Solute  is  Neg- 
ligible. When  a  solid  is  dissolved  in  a  liquid  the 
vapor  pressure  of  the  solid  is  usually  negligible  and 
the  vapor  consists  of  practically  pure  solvent  as  a 
gas.  In  these  cases  exceedingly  interesting  regu- 
larities have  been  discovered. 

Experiment.  Invert  four  barometer  tubes  over 
mercury.  By  means  of  pipettes  with  curved  ends, 
put  a  little  pure  ether  in  the  first,  a  little  of  a  solu- 
tion of  12.2  g.  of  benzoic  add  in  100  g.  ether  in 
the  second,  a  little  of  a  solution  of  34.4  g.  benzoic 
add  in  100  g.  ether  In  the  third.  After  a  short  time  the  levels  of 
the  mercury  will  stand  as  shown  in  Fig.  45.    The  difference  in  \tvil 
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between  4  and  i  is  the  >'apor  pressure  of  pore  cdicr.  The  diffeieuce 
in  level  between  2  and  i  is  the  kmniig  of  the  vapor  pressure  due 
to  the  presence  of  12.2  g.  of  the  solute.  The  diffamce  in  kvel  be- 
tween I  and  3  is  the  lowering  of  the  vzpor  pressure  due  to  the  pres- 
ence of  24.4  g.  of  the  solute  in  the  same  vohnne.  It  is  found  that 
this  lowering  is  twice  the  first.  This  is  one  iUastration  erf  a  general 
fact,  that  the  lowering  of  the  vapor  pressure  is  directly  proportional 
to  the  concentration  of  the  solute.* 

Lowering  at  Different  Temperatures.    For  the  same  scdution 
the  lowering  of  the  vapor  pressure  at  any  temperature  is  ahrays  the 

same  fraction  of  the  vapor  pressure  of 
the  pure  solvent  at  that  tenoperature. 
In  Fig.  46,  DA  is  the  vapor-pressure 
cur\'e  for  a  pure  soK'ent  and  EB  the 
I        vapor-pressure  curve  for  a  solution  in 
that  solvent.    The  length  of  the  verti- 
cal FD  is  the  vapor  pressure  of  the 
pure  solvent  and  the  length  of  FE  is 
— ^   the  vapor  pressure  of  the  solution,  the 
*         ^        ^         length  ED  is  the  lowering  of  the  ^^por 
^'  ^  '  pressure  due  to  the  presence  of   the 

solute,  all  at  temperature  P.  At  temperature  C,  we  have  the  vaix>r 
pressure  of  pure  s^jlvent  =  CI ,  of  solution  =  CB,  and  lowering  of  the 
vapor  pressure  =  BA .  Xow  the  statement  at  the  beginning  of  this 
paragraph  may  be  expressed  in  terms  of  these  dimensions  and  we 

BA_ED 
^"^^'^^  CA  ~  FD ' 

General  Formulation.  The  above  are  limiting  laws,  holding  the 
better  the  more  dilute  the  solutions.  They  are  ordinarily  formulated 
as  follows: 

Let  p  =  the  vapor  pressure  of  the  solvent. 
p'  =  vaix)r  pressure  of  the  solution. 
g  =  the  amount  of  solute  in  j^rams. 

r  =  a  constant,  dei)endent  on  the  nature  of  the  solvent  and 
denoting  the  lowering  produced  by  one  gram  of  the 
solute  in  a  definite  quantity  of  the  solvent. 

Then  ^-^  =  rg, 
P 

*  This  exixjrimcnt  is  taken  from  "The  Elements  of  Electrochemistry/'  by 

R.  LOpke,  translated  by  M.  M.  P.  Muir,  p.  95. 


VAPOR  PRESSURE  OF  SOLUTIONS  311 

Historical.  The  exceptional  behavior  of  water  solutions,  which 
we  now  plausibly  explain  with  the  assistance  of  the  dissociation 
theory,  retarded  the  development  of  these  generalizations.  But 
Raoult  found  as  a  result  of  his  experiments  with  substances  other 
than  water  the  following  two  fimdamental  laws: 

Equimolecular  quantities  of  different  solutes  in  a  definite  quantity 
of  one  solvent  produce  the  same  lowering  of  the  vapor  pressure. 

A  definite  quantity  of  a  solute  in  equimolecular  quantities  of  dif- 
ferent solvents  produces  the  same  lowering  of  the  vapor  pressure. 

These  laws  are  limiting  laws,  holding  the  better  the  more  dilute 
the  solutions. 

Formulation.    We  formulate  them  as  follows: 

Let  G  =  weight  in  grams  of  solvent. 
g  =  weight  in  grams  of  solute. 
M  =  molecular  weight  of  solvent. 
m  =  molecular  weight  of  solute. 

Q 

Then  -rj  =  amoimt  of  solvent  in  terms  of  molecular  weights;  denote 

this  fraction  by  N. 

a 

—  =  amoimt  of  solute  in  terms  of  molecular  weights;  denote 

this  fraction  by  n. 
Then  these  laws  may  be  expressed  as  follows: 

p        n' 

Or,  in  words,  the  lowering  of  the  vapor  pressure,  expressed  as  a 
fraction  of  the  vapor  pressure  of  the  pure  solvent,  is  directly  pro- 
portional to  the  number  of  molecules  of  the  dissolved  substance  and 
inversely  proportional  to  the  number  of  molecules  of  the  solvent. 

In  this  form  the  expression  obviously  cannot  hold  because,  accord- 
ing to  this  formula,  if  one  molecule  of  solute  be  dissolved  in  one  mole- 
cule of  solvent  t;  =  i>  that  is,  the  lowering  is  the  total  vapor  pressure 

which  would  leave  a  vapor  pressure  of  o  and  this  is  never  realized. 

Improved  Formula.  The  experimental  facts  are  much  better  ex- 
pressed if  we  consider  everything  present,  both  solvent  and  solute,  to 
be  acting  as  solvent,  which  makes  the  denominator  iV  +  «,  and  so  we 
reach  the  preferable  formula 

p         N  +  n 
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Let  us  now  substitute  —  for  A'  and  ~  for  n.      Simplifying,  wc  obtain, 


M 


m 


gM 


P-P'  ^  

p  Gm  -\-gM 

We  can  determine  />,  p\  g,  and  G  experimentally  and  then  can  cal- 
culate either  M  or  m  if  we  know  the  other.  This  is  the  basis  of  our 
methods  for  determining  the  molecular  weights  of  dissolved  sub- 
stances from  the  lowering  of  the  vapor  pressure  they  produce. 

Since  the  laws  hold  best  for  dilute  solutions  we  should  confine  our- 
selves to  these.  This  means  the  lowering  of  the  vapor  pressure  is  a 
small  quantity  and  practically  it  is  found  to  be  rather  d^cult  to  dt- 
tcrmine  it  with  sufficient  accuracy.  We  have,  however,  an  exceed- 
ingly ingenious  method  of  getting  around  this  difficulty. 

The  raising  of  the  boiling  point  due  to  the  presence  of  a  solute  is, 
for  dilute  solutions,  directly  proportional  to  the  lowering  of  the  vapor 

pressure.  This  can  be  seen  at 
a  glance  from  Fig.  47.  .-I  is  a 
vaix)r-pressure  cur\'e  for  a  puit 
solvent,  B  for  this  solvent  con- 
taining a  solute  at  concentration 
x,  C  for  this  solvent  containing 
the  same  solute  at  concentration 
The  broken  line   horizontal 


a* 


-       V. 


t 


corresponds  to  the  prevailing  at- 
mospheric pressure.  Then,  by 
(lefmition,  a  is  the  boiling  point  of  the  pure  solvent,  b  of  the  first, 
and  r  of  the  second  solution.  For  dilute  solutions  the  cur\'es  A,  B^ 
and  Care  practically  parallel  and -therefore  we  have  the  proportion, 
ad  :  ah  =  ac  :  ac.  But  ail  and  ac  are  the  lowerings  of  the  va|X)r 
l)rcssurc,  and  ab  and  ac  are  the  raisings  of  the  boiling  point,  so  the 
direct  proportionality  between  these 'quantities  is  demonstrated.  In 
case  of  concentrated  solutions  these  curves  are  not  parallel  and  cor- 
responding deviations  from  this  simplest  case  occur. 

The  Molecular  Raising  of  the  BoUing  Point.  In  actual  deter- 
minations of  molecular  weights  by  the  boiling-point  method  we  use 
a  formula  somewhat  different  from  that  just  given  but  based  on  the 
same  laws. 

The  increase  in  the  boiling  ]>oint  produced  when  a  molecular 
weight  in  grams  of  any  solute  is  dissolved  in  a  definite  quantity  of 
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one  solvent  is  a  constant.  For  convenience  we  adopt  as  unit  quantity 
100  grams  of  solvent,  and  we  either  calculate  or  determine  experi- 
mentally the  number  of  degrees  the  boiling  point  would  be  raised  if, 
in  this  100  grams  of  solvent,  we  dissolved  one  molecular  weight  in 
grams  of  a  solute.  This  constant  we  call  the  molecular  raising  of  the 
boiling  point  and  denote  it  by  K,  It  is  different  for  different  solvents 
and  is,  after  all,  a  theoretical  value  because,  in  the  first  place,  we 
seldom  can  make  so  concentrated  a  solution  and,  in  the  second  place, 
if  we  did,  the  solution  would  be  too  concentrated  for  the  laws  to 
apply. 

In  determining  this  value  experimentally  we  dissolve  but  a  small 
fraction  of  a  molecular  weight  (say  yiiy  or  yuVir  of  a  molecular  weight) 
in  the  unit  quantity  (100  grams)  of  the  solvent.  We  determine  the 
elevation  of  the  boiling  point  produced  by  this  amount  and  then  mul- 
tiply this  observed  elevation  by  100  or  by  1000,  by  the  denominator 
of  the  fraction,  in  other  words.  The  result  so  obtained  is  our  constant 
Ky  the  molecular  raising  of  the  boiling  point  for  that  solvent. 

Formula.  Suppose  n  equals  the  actual  number  of  molecular  weights 
or  the  fraction  of  a  molecular  weight  of  solute  which  we  dissolve,  and 
suppose  that  the  observed  elevation  of  the  boiling  point  in  degrees, 

a 

or  fraction  of  a  degree,  is  A.    Then  A  =  Kn.    n  =  —  •    Therefore 

tn 

A  =  iC  —  •    But  we  do  not  always  use  just  100  grams  of  our  solvent. 
m 

If  we  used  i  gram,  we  should  have  100  times  the  effect;  if  we  used 

1000  we  should  have  ^  the  effect,  .or,  the  effect  is  inversely  as  the 

niunber  of  times  100  grams  actually  used.    We  use  G  grams,  there- 

F    ICO 

fore,  A  =  iiT—  -77- >  a  formula  applicable  to  any  quantity  of  solvent 

ICO  F 

or  solute.    Transposing,  we  get  m  =  iiT-^i  the  actual  formula  in 

constant  use  for  the  determination  of  molecular  weights  by  the  boil- 
ing-point method. 

From  the  formula  it  is  evident  that  we  have  to  determine  experi- 
mentally, G  (grams  solvent),  g  (grams  solute),  and  A  (the  raising 
of  the  boiling  point) .  There  is  no  difficulty  in  determining  the  weights, 
and  our  accuracy  is  then  dependent  on  our  thermometer,  which  is  the 
most  important  part  of  the  apparatus. 

Beckmann's  Thermometer.  We  have  to  measure  small  differ- 
ences in  temperature  as  accurately  as  possible,  but  it  is  not  necessary 
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to  know  the  actual  temperature  and  the  range  need  not  be  huge. 
The  Beckmann  thermometer  was  devised  for  this  particular  purpose. 
It  is  shown  in  Fig.  48.  The  bulb  contains  a  large  aunount 
of  mercury  and  the  capillary  is  fine,  thus  a  length  of  about 
4  cm.  is  secured  on  the  scale  for  cme  d^ree.  The  whok 
scale  comprises  only  five  or  six  degrees.  Each  d^ree  is 
divided  directly  into  100  parts  and  with  the  assistance  of  a 
lens  it  is  customary  to  estimate  tenths  of  the  sniallest  divi- 
sion, thus  expressing  the  readings  to  the  thousandth  of  a 
degree. 

"Setting''  the  Thermometer.    In  order  that  one  and 
the  same  instrument  may  be  used  at  different  temperatures 
there  is  a  reservoir  for  superfluous  mercury  at  the  top  of  the 
capillar^'  as  shown.    If  the  instrument  is  to  be  used  to  deter- 
mine the  increase  in  boiling  point  of  water  upon  addition  of 
some  solute,  the  bulb  is  inunersed  in  bdling  water.    The 
expansion  drives  mercury  over  into  this  reservoir.      The 
thermometer  is  taken  out  and  quickly  inverted  when  yet 
more  mercury  flows  over.     It  is  then  turned  upright  and 
by  tapping  sharply  with  the  side  of  the  finger  the  mercur>' 
thread  is  broken  at  the  entrance  to  the  reservoir.     The 
excess  mercury  falls  to  the  bottom  and  the  rest  subsides 
into  the  bulb.     The  thermometer  is  again  put  in  the  boil- 
ing water.    If  the  top  of  the  mercury  colunm  comes  to  rest 
on  the  scale  near  the  bottom,  the  thermometer  is  "  set "  and 
ready  for  use.     If  it  comes  to  rest  near  the  top,  there  is 
still  too  much  mercury  in  the  bulb,  for  we  purpose  to  meas- 
ure ascending  temperatures,  and  more  mercury  must  be  got 
over  into  the  reser\'oir  by  repetition  of  the  pre\ious  ma- 
nipulation.   If  it  comes  to  rest  below  the  bottom  of  the 
...      ^    stale  we  need  more  mercury  in  the  bulb.     We  invert  the 
thermometer  and  tap  it  gently  on  the  table   t(^   until 
the  nieniiry  in  the  reservoir  joins  the  thread  in  the  capillary,  and 
Ihrn,  l>rin){inK  it  into  an  upright  position,  as  much  mercury  as  we 
\}\i'i\sv  may  Im*  drawn  over  to  the  bulb.    When  we  think  we  have 
eiidUKh,  wit  Ik  a  sharp  tap  we  break  the  thread  as  before.    Sometimes 
Ihi'M*  (i|M-ratioiis  have  to  be  repeated  a  number  of  times  before  the 
nirit  iiry  ntiuids  where  we  want  it.    The  capacities  of  bulb  and  res- 
ei  K  oil  are  Ml  adjustinl  that  the  same  thermometer  may  be  set  for  any 
lriii|H*iaturc  through  a  range  of  200°  or  more. 
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The  Boiling-point  Method.  The  apparatus  devised  by  Beck- 
mann,  and  still  one  of  the  best  forms,  is  shown  in  Fig.  49.  The 
vessel  Ay  the  size  of  a  large  test  tube,  has  a  side  arm  to  which  a  re- 
turn-flow condenser  is  at- 
tached. It  contains  a 
weighed  amount  of  the 
pure  solvent  (about  30  g.) 
and  the  bulb  of  a  Beck- 
mann  thermometer  is  im- 
mersed in  the  liquid.  It 
is  the  temperature  of  the 
liquid,  not  the  vapor,  we 
must  know.  It  also  con- 
tains glass  beads  to  a 
depth  of  2  to  4  cm.  The 
heating  is  from  below  and 
these  beads  break  up  as- 
cending bubbles  of  vapor 
and  make  the  tempera- 
ture   more   uniform   and 


Fig.  49- 


constant.  This  experimental  tube  is  surrounded  by  a  cylindrical 
vessel  of  glass  or  porcelain,  also  with  a  return-flow  condenser.  This 
contains  some  of  the  solvent  which,  boiling,  surrounds  the  experi- 
ment with  a  mantle  of  about  the  same  temperature  and  minimizes 
variations  due  to  drafts  of  air.  Various  devices  in  the  way  of  as- 
bestos boxes  with  chimneys  are  used  as  stands,  heated  by  bimsen 
burners  at  diagonally  opposite  comers,  the  whole  purpose  being  to 
render  the  heating  as  constant  as  possible.  It  is  by  no  means  easy 
to  secure  a  constancy  within  one  or  two  thousandths  of  a  degree,  as 
is  quickly  learned  in  the  laboratory. 

When  the  boiling  has  become  reasonably  vigorous  and  even,  the 
thermometer  (previously  set  for  the  chosen  solvent)  is  read.  After 
two  or  three  minutes  it  is  read  again.  Only  when  readings  are  con- 
stant to  within  xrf^zy  of  a  degree  should  the  experiment  be  continued. 
This  first  reading  of  the  thermometer  is  the  most  important  of  all, 
for  it  enters  into  every  subsequent  calculation. 

If  the  substance  whose  molecular  weight  is  sought  is  a  solid,  it  is 
convenient  to  make  it  into  pellets,  the  size  of  small  lozenges,  with 
a  tablet  machine.  Put  a  number  of  these  in  a  tube  and  weigh  the 
whole.    Drop  one  or  two  down  the  condenser  into  the  boiling  solvent 
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Weigh  the  tube,  and  the  loss  in  wdght  is  the  weight  of  substance 
added,  g.  If  the  substance  is  a  liquid  a  quantity  of  it  may  be 
weighed  in  a  pycnometer,  as  shown  in  Fig.  iq.  A  small  quantity 
may  be  put  down  the  condenser  by  blowing  in  one  end  of  the  pyc- 
nometer and  the  loss  in  weight  of  the  pycnometer  is  the  weight  of 
substance  added,  g. 

The  temperature  rises  and  when  it  has  become  constant  the  second 
reading  of  the  thermometer  is  taken.  The  mercury  may  stick  and 
it  is  desirable  to  tap  the  thermometer  gently  but  sharply  before 
each  reading.  The  difference  between  the  first  and  second  readings 
is  the  elevation  of  the  boiling  point,  A,  due  to  the  presence  of  g  grams 
solute  in  G  grams  solvent.  If  we  know  the  molecular  raising  of  the 
boiling  point  for  this  sohent  we  have  only  to  insert  these  values  in 
the  formula  and  calculate  the  molecular  weight  of  the  solute. 

We  always  make  several  successive  additions  of  solute  (from  3 
to  7),  reading  the  thermometer  after  each  addition.  In  the  calcula- 
tion, g  is  of  course  always  the  sum  of  all  the  additions  and  A  is  always 
the  difference  between  the  first  and  last  reading  of  the  thermometer. 

Other  Forms  of  Apparatus.  Numerous  other  forms  of  apparatus 
have  been  devised.  The  writer  has  obtained  good  results  with  a 
compact  arrangement  illustrated  in  Fig.  50.  A  Dewar 
vacuum-jacketed  tube  serves  to  insulate  the  experi- 
ment. The  boiling  vessel  is  the  same  that  is  used  in 
,  Beckmann"s  apparatus.  The  heating  is  produced  by 
an  electric  current  passed  through  a  short  coil  of  plati- 
num wire  attached  to  stout  wires  leading  to  terminals, 
as  shown.  Glass  beads  arc  superfluous  as  fine  bubbles 
form  on  the  hot  wire  preventing  any  superheating,  and 
the  heating  is  necessaril>'  uniform. 

Precautions  and  Sources  of  Error.     It  is  difficult 
to  heat  uniformly,  for  the  gas  pressure  may  vary  or 
drafts  may  affect  the  flame  or  flames.    The  heat  must 
be  so  applied  that  ebullition  is  lively  and  regular,  or 
else  it  is  practically  imjwssible  to  obtain  constant  read- 
'*■  ^°"         ings  of  the  thermometer. 
If  a  hygroscopic  solvent  is  used,  it  must  be  protected  from  the 
moisture  in  the  air  by  calcium  chloride  tubes  in  the  ends  of  the  con- 
densers. 

The  barometer  must  be  read  just  iK'forc  and  after  a  scries  of  de- 
terminations, for  small  changes  in  pressure  make  differences  in  boil- 
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ing  points  readily  detected  with  a  Beckmann  thermometer.  For  in- 
stance, water  boils  at  100°  under  a  pressure  of  760  mm.,  at  99.963° 
under  759  nmi.,  and  at  99.996°  at  759.9  mm,  A  change  of  ^  mm.  in 
the  pressure  makes  a  difference  of  0.004°  and  we  read  our  thermom- 
eter to  0.001°.  If  much  change  is  found  to  have  occurred  in  the 
atmospheric  pressure  it  is  usually  easier  to  repeat  the  work  at  some 
more  auspicious  time  than  to  attempt  to  apply  corrections. 

The  vapor  which  comes  from  the  boiling  solution  must  be  pure 
solvent.  If  it  is  not,  the  vapor  pressure  of  the  solute  is  not  negUgible 
and  the  laws  at  the  base  of  the  whole  method  do  not  apply.  There 
is  little  danger  of  error  from  this  cause  if  the  boiling  point  of  the 
solute  is  150°  higher  than  that  of  the  solvent. 

Some  solvent  exists  as  vapor  in  the  upper  part  of  the  experimental 
vessel  and  in  the  condenser,  and  so  the  solution  is  in  fact  more  con- 
centrated than  we  calculate  from  the  weights. 

The  thermometer  bulb  contains  less  mercury  at,  say,  100°  than 
at  0°.  So  an  increase  of  one  degree  as  read  at  about  100°  is  more 
than  one  degree  in  reality.  The  following  table  shows  the  magnitude 
of  the  error  thus  brought  in,  and  may  be  used  to  make  approximate 
corrections.  It  applies  to  a  thermometer  which  is  right  at  15°,  and 
one  degree  read  on  the  thermometer  is  in  fact  the  value  given  in  this 
table.* 


Temp. -35°  to -30° 

0.977       ^ 
Temp.  145    to  150 
I  045 

0°  to -1-5° 

195°  to  200** 
1.053 

45°  to  50** 

1. 015 
245**  to  250** 
I  055 

95**  to  loo** 
1.032 

Because  of  this  error  the  observed  A  in  most  boiling-point  work  is 
then  too  small.  This  has  the  effect  that  the  molecular  weight  cal- 
culated without  this  correction  is  too  large,  since  A  is  in  the  denomi- 
nator of  the  formula. 

The  laws  on  which  the  formula  is  based  hold  the  better  the  more 
dilute  the  solution.  We  should  then  expect  the  best  results  at  what 
we  call  infinite  dilution,  when  there  is  nothing  in  solution  and  no 
raising  of  the  boiling  point.  Of  course  we  cannot  measure  under 
such  conditions,  but  we  can  estimate  by  a  process  of  extrapolation. 
In  Fig.  51  successive  values  of  A  from  one  set  of  observations  are 

*  Griitzmacher,  Zeitschr.  /.  InstrumenUnkundey  16,  202.  (1896).  Also  Beck- 
mann, Zeilschr.  f.  phys.  Chetn.^  ai,  252  (1896). 
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Fig-  51- 


laid  oS  on  the  horizontal  against  the  corre^)ondiiig  calculated  molec- 
ular weights  laid  o£F  on  the  vertical.    The  curve  so  determined  is 

produced  until  it  cuts  the  vertical.  Thb 
corresponds  to  the  value  o  for  A  and  to 
nothing  in  solution.  The  molecular  wei^t, 
OA,  so  estimated,  is  usually  nearer  the 
theoretical  value  than  any  of  the  actual 
determinations. 
~  Discussion  of  Sources  of  Error.  Some 
of  these  sources  of  error  tend  to  increase, 
while  others  tend  to  decrease  the  numerical  value  of  the  results,  and 
so  they  offset  each  other  to  a  certain  extent.  Ap^nrnmate  results 
are  usually  good  enough  because  the  main  use  for  the  method  is  the 
same  as  that  for  the  vapor  density  methods,  namely,  to  choose  one 
formula  out  of  a  series  developed  from  analysb. 

Illustration.     The  following  tabulated  report  of  an  experiment  will 
serve  to  illustrate  some  of  these  statements. 

Solvent,  benzene,  K  =  26.7®. 

Substance,  phenyl  benzoate,  C«H»COOCtHi  (198). 


G 

! 

m 

Emsriaperoett. 

33  38 

1 

0.5041           !          0.19s 

207 

+45 

1. 0146      ;      0.387 

210 

+6. J 

2 . 0083             0 .  746 

215 

+8.6 

3.0871       1       1. 132 

218 

+10.  X 

At  extreme  (infinite) 

dilution 

203 

1 

1 

+  2.S 

Atmospheric  pressure  =  751.0  to  751.5  mm. 

Landsberger-Walker-Lumsden  Method.  Landsberger  *  first 
described,  and  Walker  and  Lumsdenf  soon  thereafter  improved,  a 
method  which  is  convenient  if  maximum  accuracy  is  not  required,  if 
it  is  desired  only  to  pick  out  one  from  a  series  of  possible  multiples 
of  an  empirical  formula. 

The  apparatus  is  shown  in  Fig.  52.  About  10  cm'  of  the  pure 
solvent  is  put  in  the  graduated  tube  A.  Pure  solvent  is  boiled  in  the 
flask  B  and  the  vapor  is  led  to  the  bottom  of  A  through  the  tube  C. 
There  condensing  its  heat  of  vaporization  is  liberated  and  heats  the 

*  Berkkte  d.  d.  chem,  Ges.,  31,  458-473  (1898). 
t  Jow,  Chem.  Soc.  (London),  73,  502-5x1  (1898). 


VAPOR  PRESSURE  OF  SOLUTIONS  319 

contents  of  A .  When  these  have  reached  the  boiling  p<nnt  the  un- 
condensed  vapor  escapes  through  holes  in  the  upper  part  of  A  and 
fills  the  larger  vessel  D,  thus  sur- 
rounding the  experiment  with  a 
jaclcet  of  vapor  at  the  boiling 
point.  Excess  vapor  passes 
through  £  to  a  condenser.  A 
contains  a  thermometer  which 
need  not  be  a  "  Beckmann."  One 
graduated  in  tenths  of  a  d^ree, 
upon  which  hundredths  may  be 
estimated  by  aid  of  a  lens,  is 
good  enough  for  most  work.  After  A-  ( 
vapor  has  been  so  passed  for  a 
few  minutes  the  thermometer 
ceases  to  rise  and  its  reading  is 
the  boiling  point  of  the  pure 
solvent. 

All  but  about  7  cm*  of  the 
solvent  is  then  poured  out  of  A 
and  a  weighed  quantity  (g  grams) 
of  the  solute  is  added.  The  vapor  is  again  passed  through  and  again 
the  contents  of  A  are  heated  to  the  boiling  point.  This  is,  of  course, 
higher  than  the  boiling  point  of  the  pure  solvent,  and  the  increase  is 
read  on  the  thermometer  giving  the  value  of  A. 

It  may  at  first  appear  odd  that  the  vapor  from  the  boiling  pure 
solvent  can  raise  the  solution  to  a  higher  temperature,  but  there  is 
nothing  peculiar  about  it.  The  vapor  is  at  a  concentration  such 
that  it  is  in  equilibrium  with  pure  liquid  solvent,  and  this  concentra- 
tion is  too  great  to  be  in  equiUbrium  with  the  solution  at  the  same 
tem[)erature.  Therefore  some  vapor  must  condense,  but  in  so  doing 
the  liberated  heat  of  vaporization  raises  the  temperature  of  the  solu- 
tion more  and  more.  Since  vapor  is  incessantly  supplied  at  that 
particular  concentration,  condensation  must  continue  until  the  tem- 
perature of  the  solution  is  such  that  its  vapor  pressure  is  the  same  as 
the  pressure  of  the  vapor  coming  from  the  flask  B. 

Having  determined  the  boiling  point  of  the  solution  we  may  in- 
terrupt the  experiment  and  weigh  the  solution  in  A.  Subtracting 
the  weight  of  the  solute  added,  g,  we  have  the  weight  of  solvent,  C, 

and  may  substitute  in  our  formula,  m  —  K  -7^  1  and  calculate  the 


Fig.  St. 


.UO  IIUMRETICAL  AND  Pm^C*L  CaEME3ST 

iDiilnuUr  wciKhl.  This  is  Landsbergcr's  n)rtJ»«L  Wuke- 1:^;  l^i.- 
ili-ii  ifo  nut  weigh  the  solution,  but  read  its  -v-cihcDe  free  ib:  rrtr.^- 
liim>  mi  tlir  tulw  ,1.  If  we  knew  tfaedeosri-.  e.  a  iiit  iti-rtc;  i.:  .--- 
Ih>iljii)t|>»int.  i.f..  tht' weight  in  grams  irf  one  en*.  «->■-  tf  Tthi-rt:-: 
t  III'  \  I'linni',  !■.  I  lien  dr  =  G,  the  value  to  be 

MtMMiriiif;  the  votumt:  is  not  so  accuiaie  as 
till".  III!  iii^iiiy  |)ur|K>si's  and  has  the  furtlier  a^ivuns^et  'h- '  i  icx- 
•  <i  ^i.l.liijim>  ii(  stiltiU'  may  be  made,  and  coiregxnx£cE  aev^^x^  :i 
:\\i-  IxiilJTiK  |»>int  (li't('niiine<l  in  one  expeiimenu 

Mfniies'  Method.     A.  W.  C.  Menzies*  has  finised  a  latiax:-:^ 
i)ii>liiiihii   \\t\f.\\\  (Iclorminutions  which  is  accurate,   rajic.  j-.j  •»• 
quires  no  thermometer  at  all,  ~t&s:rju 
^1*rL_~   d'l^ctly  the  lowering  of  the  \-iZKt  i^t*- 
r-^   sure  due  to  the  presence  of  lix  i^-luu. 

Menzies'  apparatus  is  shown  ic  Hz 
J         S,?.     Pure  solvent  is  put  in  the  b-ib  d 
1  r  the  outer  jacket  .4  and  about  ;=  cz'  L* 

also  put  in  the  inner  tube  B  whidi  i= 
)!ru(luated  in  cm'.  The  stof^ier  C  L' 
rcmovi-d,  the  pinchcock  D  is  closed,  th-jf 
shulliiig  off  connection  with  the  n£vs 
oinilcnstr.  and  the  solvent  in  .-J  is  boiJ«. 
T\\v  vapor  must  pass  into  the  oriEct 
/■:,  liown  through  jl  small  tube  grada- 
ati-d  in  millimeters,  and  out  throuf;h  the 
.i]iniiiiKS  !■'.  It  then  bubbles  througt 
I  In-  siilvi'nt  in  fland  finally  escapes.  Bv 
this  tmilinf!-<mt  process  the  solvent  ii 
Irciii  fnitn  itissohi'd  gases  and  all  air  is 
driven  out  i>f  the  whole  apparatus.  The 
siiipiuT  (■  is  then  |>ut  in  place  and  the 
l>iiuhe<H-k  />  is  opened  while  the  boiling 
eoriliiiiic.-i.  The  liquid  falling  from  the 
nm.lrnser  jkissi's  through  the  ade  tube 
(r'  tliiis  not  eimliiig  any  jKirt  of  the  tube 
/*.  TIic  siilvent  in  H  ceases  to  boil,  but 
it  is  at  its  boiling  jxiint  and  in  equilib- 
ilii've  it.  Therefore  the  liquid  stands  at 
and  in  the  tulx-  F.F. 
Am.  Cktm.  ,V«:,,  ja,  ibis-ii>n  (igjo). 
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A  weighed  quantity  {g  grams)  of  solute  is  introduced  into  B  and 
the  blowing-through  process  is  repeated  to  remove  all  air.  Then  the 
stopper  C  is  inserted  again  and  the  pinchcock  D  is  opened.  In  about 
ten  minutes  equiUbriiun  is  reached.  But  now,  inside  the  tube  B  we 
have  a  solution  at  the  boiling  point  of  the  pure  solvent  in  equilibrium 
with  pure  solvent  as  vapor.  The  vapor  pressure  of  the  solution  being 
less  than  that  of  the  pure  solvent  at  the  same  temperature,  the  con- 
centration of  the  vapor  within  B  is  less  than  the  concentration  of  the 
vapor  in  the  mantle  A,  The  pressure  is  proportional  to  the  con- 
centration, therefore  the  pressure  in  B  is  less  and  the  liquid  stands 
higher  in  B  than  it  does  in  the  tube  EF,  This  difference  in  level  we 
read  on  the  millimeter  scale  carried  by  the  tube  EF  and  so  have  a 
direct  measure  of  the  lowering  of  the  vapor  pressure  due  to  the  pres- 
ence of  the  solute.  We  must  know  the  density  of  the  liquid  at  the 
temperature  of  the  observation,  and  then  can  convert  the  measured 
liquid  height  to  the  corresponding  number  of  millimeters  of  mercury. 
To  determine  the  quantity  G  of  solvent  present,  we  might  weigh  the 
liquid,  but  it  is  sufficiently  accurate  to  read  its  volume  from  the 
graduations  on  the  tube  B  and  multiply  by  the  density. 

We  now  have  all  the  data  necessary  to  substitute  in  our  funda- 
mental formula,  ^      =  -rr-^ —  =  ^     , — —*    The  vapor  pressure 

p  N+n      Gm  +  gM  ^      ^ 

of  the  pure  solvent  p  is,  of  course,  the  barometric  pressure  during 
the  experiment,  p'  is  the  vapor  pressure  of  the  solution,  and  the 
difference,  p  —  p\  is  the  quantity  we  have  directly  measured.  We 
know  g,  the  number  of  grams  solute  we  added,  and  G,  the  number  of 
grams  solvent  present.  If  we  know  A/,  the  molecular  weight  of  the 
solvent,  f»,  the  molecular  weight  of  the  solute,  is  the  only  unknown. 

The  beauty  of  the  method  lies  in  the  fact  that  it  gives  a  direct 
measure  of  the  lowering  of  the  vapor  pressure  and  enables  us  to 
apply  our  fundamental  formula.  Of  course,  in  practice,  the  calcula- 
tion may  be  much  simplified.  As  we  determined  the  constant  we 
called  the  molecular  raising  of  the  boiling  point  for  each  solvent,  so 
may  we  determine  another  constant,  the  molecular  lowering  of  the 
vapor  pressure;  for  instance,  the  lowering  which  would  be  produced 
if  we  had  a  molecular  weight  of  the  solute  present  in  100  grams  of 

the  solvent.    If  we  denote  this  by  K'  we  may  write    ^/^   =      ^  or 

100  £ 

fn  =  K'  j^rr: — ^ »  a  formula  corresponding  to  that  with  which  we 

U{p  —  p) 

are  already  familiar. 
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Menaes*  has  also  called  attention  to  the  fact  that  his  ^iparatus 
may  be  used  to  detennine  mdecular  weights  on  the  piindple  of  the 
Bleier-and-Kohn  method  described  in  Chapter  XII. 

A  weighed  quantity  ol  the  liquid  to  be  investi- 
gated, sealed  in  a  bulb  as  for  the  Hofmann,  \^ctor 
Meyer,  or  Bleier-and-Kohn  method,  is  attached  to 
the  under  side  of  a  rubber  sttqiper  by  inserting  the 
capillary  in  a  shallow  cut  as  indicated  in  Fig.  54. 
A  glass  rod  passes  through  the  stopper  and  is  bent 
in  such  a  way  that  when  it  is  turned  it  will  break 
the  bulb.  Mercury  is  put  in  tube  B  and  some 
liquid  is  boiled  in  the  outer  mantle  until  the  whole 
apparatus  reaches  a  constant  temperature.  Then 
the  rubber  stopper,  carrying  the  bulb  and  rod,  is 
inserted,  and  when  the  temperature  has  again  be- 
come constant  the  bulb  is  broken.  The  increased 
pressure  in  B,  due  to  the  vaporization  of  the  sub- 
stance, causes  the  mercury  to  rise  in  the  tube  EF. 
.  This  increase  in  pressure  is  measured  by  the  dif- 
ference in  level  of  the  mercury  m  B'and  in  EF. 
We  may  determine  the  constant  for  the  apparatus, 
i.e.,  the  increase  in  pressure  which  would  be  pro- 
duced if  we  had  vaporized  a  molecular  weight  in 
grams  in  that  tube  at  that  temperature.  Call  this 
c.    If  the  actually  observed  increase  be  denoted 

Fig.  54.  ^y  ^'   ^^^'^  —  =  —•  the  same  formula  used  fot 

the  Bleier-and-Kohn  method. 

Using  Menzies'  apparatus  no  hot  air  is  driven  to  a  cooler  place, 

and  in  this  respect  it  is  superior  to  Bleier  and  Kohn's  device.    But  on 

the  other  hand  we  cannot  work  under  diminished  pressure,  and  the 

temperature  range  is  more  limited,  for  wc  must  use  glass  and  mercury. 

Measurement  of  Electrolytic  Dissociation  by  the  Boiling-ptriiit 

Method.     Eleclroiytes  in  water  give  too  small  molecular  weights. 

The  plausible  explanation  for  this  is  that  they  are  dissociated  into 

their  ions. 

The  method  by  which  we  calculate  the  degree  of  dissociation  from 
the  rai^ng  of  the  boiling  point  is  almost  identical  with  the  method  w« 
used  for  calculating  the  degree  of  gaseous  dissociation  from  a  de- 
*  Jour.  Am.  Chem.  Soc,,  ji,  1614-1018  (igio). 
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termination  of  the  vapor  density.  But  there  is  an  inversion  in  the 
proportion  which  might  trip  one  imless  attention  were  called  to  it. 

Suppose  that  we  know  the  molecular  weight  and  the  nimiber  of 
ions  resulting  from  the  dissociation  of  one  molecule.  Call  this  nimiber 
n.  If  there  were  no  dissociation  we  should  get  a  raising  of  the  boil- 
ing point,  5.     We  calculate  the  value  of  8  by  substitution  in  the 

100  £ 

boiling-point  formula,  8  =^  K  ^  ^*    We  observe  a  raising  of  the  boil- 

ing  point  A,  greater  than  8,  Let  7  =  fraction  dissociated;  then 
I  —  7  =  fraction  not  dissociated.  Start  with  100  molecules,  and  we 
have  100  7n  due  to  dissociation  and  100  (i  —  7)  not  dissociated,  or 
a  total  of  100  yn  +  100  (i  —  7). 

The  greater  the  nimiber  of  molecules  the  greater  the  raising  of  the 
boiling  point.    Therefore  we  may  write  the  proportion, 

100 :  100  7n  +  100  (i  —  7)  =  6 :  A. 

Notice  that  this  is  a  direct  proportion,  while  in  calculating  the  degree 
of  gaseous  dissociation  from  the  vapor  density  we  have  an  inverse 

proportion.    Solving  for  7  we  get  7  =  T-7 v  • 

0  \^  —  I  j 

In  some  solutions  association  probably  takes  place;  for  instance, 
10  per  cent  acetanilide  in  benzene  appears  to  exist  as  double 
molecules. 

Freezing-point  Method.  The  lowering  of  the  freezing  point,  due 
to  the  presence  of  a  dissolved  substance,  like  the  boiling  point,  is 
directly  proportional  to  the  lowering  of 
the  vapor  pressiure.  Piure  solid  solvent 
crystallizes  out  at  the  temperature  at 
which  the  vapor  pressures  of  solid  and  q; 
solution  are  the  same.  The  proportion-  >' 
ality  is  shown  in  Fig.  55.  A  is  the  vapor- 
pressure  curve  for  the  pure  solvent,  B  for 
a  solution  containing  x  solute,  and  C  for  "  ^ — g— j- 
a  solution  containing  y  solute.    DE  is  the  Fik  s? 

vap)or-pressure  curve  of  the  solid  pure  sol- 
vent. Then  a,  6,  and  c  are  the  melting  points.  The  distances  ah 
and  ac  on  the  horizontal  are  the  lowerings  of  the  freezing  point,  the 
distances  DV  and  Dd  on  the  vertical  are  the  lowerings  of  the  vapor 
pressure.  If  the  solutions  are  dilute  the  ciurves  are  nearly  parallel 
and  so,  having  to  do  with  similar  triangles,  ab\Dh'  ^  acxDd  ox  the 
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lowerings  of  the  freezing  point  are  proportioiial  to  the  lowerins  i 

the  vapor  pressure. 

The  principles  being  the  same  as  those  of  the  boilipg-paint  method. 

the  formula  is  the  same,  m  =  ^~q^'  the  only  difference  being  that 

A  here  is  the  lowering  of  the  freezing  pomt  instead  of  the  raising  of  the 
boiling  point,  and  A^  is  the  molecular  lowering  of  the  freezing  point 

instead  of  the  molecular  rais- 


ing of  the  boiling  point.  Itis 
the  lowering  produced  who 
one  molecular  weight  in  gnuns 
of  a  solute  is  dissolved  in  loo 
grams  of  the  solvent.  It  is,  ot 
course,  numerically  different 
from  the  molecular  raising  d 
the  boiling  point  for  the  same 
solvent. 

The  same    thermometer  is 
used  in  both    methods,  only 
in  preparing  to  use  it  for  the 
freezing-point  method,  it  is  set 
in  such  a  way  that  the  mer- 
cury comes  to   rest   near  the 
top   of   the    scale    when    im- 
mersed in  melting  pure  solvent 
This    is    because    subsequent 
readings   wiH    be    lower    and 
lower. 

The  Apparatus.  The  ap- 
paratus is  sho^^'n  in  Fig.  56. 
It  consists  of  an  inner  vessel, 
the  same  used  in  the  boiling- 
point  method,  to  contain  the 
experiment;  a  slightly  larger 
tube  ser\'ing  as  a  jacket  to 
piiMiil  iliiiHl  Minhut  lirlwreii  the  exiH'rimental  vessel  and  the 
i.inlini»  l»»»th.  i\  iMtUiy  jar  to  hi)l(l  the  ciH)linK  bath,  and  ring-form 
^tini  1-4  in  r\)M'tiiuetU  aihl  luilli. 

ni»lf>tinlnliiM  Iht^  Frot^zing  Point.     A  oHiling  bath  is  prepared 
hiw'mi  t\  Ui\\\i\'\M\i\v  Ihiin  4'  U»  (/  below  the  freezing  i)oint  of  the 
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pure  solvent.  A  weighed  quantity  (about  30  g.)  of  pure  solvent  is 
put  in  the  experimental  vessel  and  this  is  inserted  directly  into  the 
cooling  bath  to  save  time.  The  stirring,  produced  by  up-and-down 
motion  of  the  ring  stirrer,  must  be  continuous  and  regular.*  The 
mercury  in  the  thermometer  should  be  watched,  not  the  hquid  in  the 
vessel.  It  falls  too  far,  owing  to  a  supercooling,  and  then  starts  to 
rise,  owing  to  the  evolution  of  the  heat  of  fusion  as  the  Uquid  freezes. 
The  moment  this  upward  movement  begins,  the  experimental  vessel 
is  taken  out  of  the  cooling  bath,  wiped  quickly,  and  put  into  the 
jacket  tube.  Stirring  must  not  be  interrupted  more  than  is  abso- 
lutely necessary.  The  mercury  will  continue  to  rise  for  a  time  and 
then  come  to  rest,  for  perhaps  a  minute,  at  some  definite  point,  after 
which  it  is  apt  to  move  again.  This  point  at  which  it  stays  for  a 
brief  time  is  the  freezing  point  sought. 

Some  Supercooling  Necessary.  Some  supercooling  is  essential 
to  the  method  in  order  that  we  may  note  this  fall,  followed  by  the 
rise  to  a  temporarily  stationary  position,  but  too  much  supercooling 
is  a  source  of  error.  If  our  solvent  does  not  give  us  enough  super- 
cooUng,  it  is  hard  to  remedy  the  fault.  If  it  has  a  tendency  to  give 
us  too  much,  we  may  "  vaccinate  "  with  a  particle  of  the  soUd.  The 
moment  that  a  particle  of  the  solid  phase  is  inserted  in  the  experi- 
ment, the  metastable  equilibrium  cannot  continue  and  the  tempera- 
ture rises  while  ice  separates  out. 

Having  read  the  freezing  point  on  the  empirical  scale  the  ice  should 
be  melted  and  the  whole  experiment  should  be  repeated.  Successive 
observations  should  agree  to  within  0.002°  before  proceeding  with  the 
experiment,  for  this  first  determination  is  the  most  important  of  all. 

Additions  of  Solute,  The  solute  is  weighed  as  pellets  in  a  tube 
if  soUd,  or  in  a  pycnometer  if  a  Uquid,  as  in  the  boiUng-point  method. 
A  small  quantity  is  inserted  through  the  side  arm,  completely  dis- 
solved, and  the  new,  lower  melting  point  determined  as  described. 
The  difference  between  the  two  melting  points  is  our  A,  and  knowing 
G,  g,  and  K  we  substitute  in  the  formula  and  calculate  the  molecular 
weight. 

A  series  of  determinations  after  the  addition  of  successive  portions 
of  a  substance  is  always  made,  and  the  A  is  always  the  difference  be- 

*  Electrically  actuated  stirring  is  desirable.  The  platinum  ring  stirrer  is  at- 
tached to  an  iron  ring  above.  A  metronome  makes  and  breaks  a  circuit  through 
an  electromagnet  outside.  Thus  the  stirrer  rises  and  falls  \^ith  regularity  and,  the 
vessel  being  completely  dosed,  hygroscopic  solvents  may  be  used. 
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twecn  the  first  and  the  last  freezing  points,  and  g  is  always  the  sum 
i)f  all  additions. 

It  is  well  to  plot  the  results  and  estimate  the  value  for  **  infinite" 
dilution  as  described  for  the  boiling-point  method. 

Precautions  and  Sources  of  Error.  The  laws  apply  best  to 
tuost  dilute  solutions  and  the  greater  the  concentration  the  greater 
the  proi)al)ility  of  error. 

The  ire  which  separates  out  must  be  pure  solvent,  otherwise  the 
results  are  worthless.  If  solvent  and  solute  are  isomorphous  the>' 
may  irvstalli/e  out  together  as  mixed  crystals.  Iodine  dissolved  in 
luMi..(Mie  aiul  tliio])hene  in  benzene  are  illustrations  of  this  beha\ior. 

The  ice  w  hieh  se)>:irates  out  diminishes  the  amount  of  solvent  and 
the  solutiou  becomes  more  concentrated.  It  is  possible  to  apply  a 
foiirciion  tor  tliis,  determined  from  the  amount  of  supercooling. 
I'\ii  r\.i tuple,  suppi^se  we  have  25  grams  of  water  as  the  solvent  and 
th.it  we  obsiTve  i»ue  degrtr  of  supercooling.  Then  the  amount  of  ice 
whit  h  separateil  out  was  sufficient  to  liberate  25  cals.,  for  this  amount 
ot  he.it  w.is  ii'nuired  to  raise  the  temperature  of  the  whole  experi- 
iiu-iit  to  the  true  tfetv.iug  ])oint.  The  heat  of  liquefaction  of  ice  is 
So  rheieiine  'i^,  ^ram  of  ice  formed,  and  this  weight  is  to  be  sub- 
li.iilcd  tioin  the  wi'i^lit  oi  solvent  used. 

rhr  •..line  n  loi  oivurs  in  this  methtxl  as  in  the  boiling-point  method 
«hir  til  the  (hiirit'iii  .iinoiiiits  of  mercury  in  the  bulb  of  the  ther- 
n  101  111- In  .it  (liilrrnit  triiiperatures.  The  table  sho\^'ing  the  amount 
tit  ttii-^  iorifiiioii  was  ^i\eii  in  the  discussion  of  the  boiling-point 
iiit-ihii(l. 

Ihr  j'iraiest  xariaiions  iu  atmospheric  pressure  which  are  at  all 
likrl>  III  t.ilvi'  1)1  ace  produce  so  slif^ht  an  effect  upon  the  freezing 
point  that  thi-\  may  i>e  neglected. 

\  Ux  iiolMes  in  waler  as  a  solvent  have  too  great  an  effect  on  the 
liir.'iii^  point.  The  molecular  weights  come  out  too  low.  We 
a^Mime  ihcMe  suh^tances  to  be  iliss(K'iated  into  their  ions.  The  re- 
sults h\  the  !ree.'in>^  point  method  may  be  utilized  to  determine  the 
dr);ree  ul  dissin  ialion  in  exactly  the  siime  way  as  the  results  by  the 
bnilinf^  ptiint  metluul. 

In  some  cases  our  molecular  weights  come  out  too  high  and  we 
assume  association  Xo  more  complex  molecules  lakes  place.  For  in- 
staiue,  is  P^T  ^'^'"t  ethyl  alci>hol  in  l)e!uene  as  the  solvent  gives  us 
•^••sults  se\en  or  eij-ht  times  the  K^Mierally  accepted  molecular  weight 
111  alcohol. 
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Freezing-point  Method  Applicable  to  Substances  with 
Melting  Points.  The  freezing-point  method  is  applicable  to  sub- 
stances  which  freeze  at  high  temperatures.  When  such  a  substance 
is  used  as  a  solvent  we  merely  substitute  a  correspondingly  hot  bath 
for  the  more  usual  freezing  mixture.  For  instance,  the  method  is 
applicable  to  the  determination  of  molecular  weights  of  metals  dis- 
solved in  other  metals. 

Molten  metals  behave  like  other  more  familiar  liquids.  Liquid 
tin  and  lead  are  miscible  in  all  proportions  like  alcohol  and  water; 
liquid  zinc  and  lead  form  two  layers,  each  containing  a  little  of  the 
other,  Uke  ether  and  water.  Molecular  weight  determinations  with 
molten  metals  as  solvents  are  not  entirely  satisfactory.  The  greatest 
diflSculty  is  the  marked  tendency  which  metals  have  to  freeze  to- 
gether, so  that  the  "  ice  "  which  separates  out  is  very  seldom  pure 
solvent. 

As  far  as  they  go  and  in  a  general  way,  such  results  indicate  that 
metals  in  dilute  solution  in  other  metals  are  "  monatomic."  * 

Lowering  of  Vapor  Pressure  and  Osmotic  Pressure.  The 
osmotic  pressure  of  dilute  solutions  has  been  shown  to  be  propor- 
tional to  the  concentration  of  the  solute.  The  lowering  of  the  vapor 
pressure  of  dilute  solutions  also  has  been  shown  to  be  proportional  to 
the  concentration  of  the  solute.  Since  they  are  proportional  to  the 
same  thing  they  must  be  proportional  to  each  other.  Therefore  any 
method  of  measuring  the  lowering  of  the  vapor  pressure  is  an  indirect 
method  of  measuring  osmotic  pressure,  and  this  is  why  the  boiling-  and 
freezing-point  methods  are  called  the  indirect  osmotic  methods. 

This  is  a  simple  statement  of  self-evident  facts  and  is  entirely 
free  from  any  hypothesis  as  to  the  cause  of  osmotic  pressure.  It 
does  not  even  state  that  there  is  a  causal  connection  betw^een  the 
two.  We  should  not  say  that  osmotic  pressure  produces  lowering  of 
the  vapor  pressure,  nor  that  lowering  of  the  vapor  pressure  causes 
osmotic  pressure.  These  are  coincident  phenomena  probably  due  to 
the  same  cause  which  we  do  not  well  imderstand. 

There  is  no  causal  sequence  here  but  simultaneous  phenomena  and 
various  devices  have  been  imagined  to  make  clear  that  they  measiwe 
the  same  thing.  The  most  convincing  of  these  is  a  machine  suggested 
by  van't  Hoff .  Suppose  we  have  a  cylinder  with  a  piston  consisting 
of  an  ideally  p)erfect  semip)ermeable  membrane.    If  the  cylinder  con- 

*  For  additional  details  and  full  working  directions  see  the  laboratory  manuals 
referred  to  at  the  beginning  of  Chapter  XII. 
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tuins  pure  solvent  the  least  pressure  on  the  piston  wil]  push  it  to  is 
l)oltom,  for  it  permits  the  passage  of  the  soh-ent  without  hindianc? 
If  \\\v  ryliiuler  contains  a  solution,  it  requires  pressure  on  the  pisioc  r 
hoM  it  in  position  and  this  pressure  is  equal  to  the  osmotic  pressur? 
of  the  dissolved  sul)stance.  By  appl>-ing  a  pressure  slightly  in  eia* 
of  {\\v  osmotic  pressure  the  pbton  maybe  pushed  down,  and  ibisvrl 
exlnicl  |)ure  solvent  while  the  solute  is  compressed.  The  work  dc'ze 
during  this  operation  is  measured  by  the  pressure  acting,  multiplwJ 
by  tlio  volume  through  which  it  acts.  Since  the  gas  laws  apph'  fc: 
dihito  solutions,  the  gas  equation  pv  =  RT  appUes,  and  it  is  as  if  tc 
u>m pressed  ii  gas. 

\ow  in  the  boiIing-ix)int  method  pure  solvent  goes  oif  as  a  \'apo: 
and  the  solute  is  accordingly  compressed;  in  the  freezing-point  method 
puiv  sohent  separates  out  as  ice  and  the  solute  is  compressed.  If 
this  i^  not  true  the  methods  are  not  applicable.  So  in  these  methods 
wc  n\\li-e  our  ideal  semipermeable  membrane.  The  lowering  of  the 
nxv.  iui:  point,  the  raising  of  the  boiling  point,  the  osmotic  pressure  are 
.»::  nu  .\suiv^  of  the  resistance  of  a  solute  to  ha\Tng  its  volume  dimin- 
t  Ju>i  1  iii**  loaves  unanswered  the  question  why  it  resists  an  effort 
^x  ,i5;^ninOi  ii'i  Nolume. 

r«UuUtion  of  Molecular  Lowering  of  Freezing  Point.  With 
t*ii  i.,i.;.»»uo  ot  thi^  machine,  and  its  ideally  perfect  semiperme- 
;'v.  :u»  v.lM.nu'  tot  a  piston,  we  can  bring  out  an  interesting  rela- 
t.,-.^.*np  I^,  t\M»ii  the  molecular  lowering  of  the  freezing  p>oint  and 
\\u  \u  \[  .'t  m  .ion  of  the  sohent. 

'.,;r,so  »  >\r  h.ivr.  ii)  ^ui h  a  Cylinder,  a  large  quantity  of  a  solution 
,..     ,.»'\  »,'M.  I  nii.»tioi\  that  each  i  oo  grams  solvent  contains  a  molec- 
t!.-  x\»iilu  in  i.i.im.  oi  solute.     It  is  in  a  much  larger  tank  to  hold  the 
,,  •  IS.  \\\ux   ^^^\v^\.\^\\  at   /',.,  the  freezing  iH)int  of  the  pure  solvent. 
\\,   |Mi  It  ill*   pi-'iou  in  ai^.unst   the  o.smotic  pressure  until  we  have 
,  vtitiuJ  t.s^  ui.ou^  sol\tM\t.     Owing  to  the  large  quantity  of  solution 
jM»-»ni  \\»   iua\   ihuicil  ihr  iiu lease  in  pn'ssure  required  as  the  vol- 
.linum-ht-      In  this  op«i.ition  we  ha\e  then  done  work  equal 
\\,    now  allow   the  exttaited  M«l\ent  to  freeze.     Its  heat  of 
,»v,\  \'  .'    .ind  '•o  wc  oUl.iui   uv»#'  i.iloiics  in  this  operation.     We 
,„  xt  h\\\u:  ilu   whok'  aj^paiatus  to  the  lower  tem|HTature,  the  freez- 
,.,,  ,s.,ni  oi  ilu  -olutiiMi.     It  h  IS  the  loweiing  of  the  freezing  point 

; ^lu  pus^uvcol  a  molecul.u  weight  in  grams  of  .solute  in   loo 

,  .  .....  -,^i\inl.  this  lower  temperalute  is  /\,      A.    iWe  bring  soluUon 

.  ^^^  fiwowmttut  and  allow  the  ice  hunelt.  in  which  process  it  takes 
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up  100  p  calories.  We  now  bring  the  whole  back  to  the  original 
conditions  and  have  completed  a  cyclical  process. 

For  such  a  process  the  equation  holds,  dA  =  Q-:=r  (see  equation  (6), 

Chapter  XXII).    We  transferred  the  total  quantity  of  heat  100  p  cal. 

i.e.  Q  through  the  temperature  interval  K,  i.e.  dT^  and  did  work  pv, 

IT 
i.e.  dA .     Substituting  we  have,  pv  =  100  p  -= .    Now  pv  =  RT,  and 

where  we  have  to  deal  with  a  molecular  weight  in  grams,  as  in  this 
case  (for  a  molecular  weight  in  grams  was  dissolved  in  100  g.  of  the 
solvent),  i^  =  1.98  cal.    Therefore, 

nrr  ^  ir      0.0198  T(? 

1.98^0  =  ioop:=-,  or,  A  = • 

-^  0  P 

The  following  table  shows  how  closely  the  experimental  facts  cor- 
respond to  this  deduction: 


Water 

Acetic  acid .  . 

Benzene 

Naphthalene. 
Nitrobenzene 
Phenol 


T, 


273 
290 

278 

353 
278 

3" 


5 
I 

3 
5 


K 

experimental. 


18. 5 

39 
51.2 

68 

70.5 
74 


7915 
43.66 

30.08 

35.5 
22.3 

24-93 


0.0198  r,^ 

P 


18.65 

38.15 
51   06 

69.55 
68.77 
77.09 


It  is  evident  enough  we  may  use  this  formula  either  way  about,  if 
we  know  the  heat  of  fusion  to  calculate  K,  if  we  know  K  to  calculate 
the  heat  of  fusion,  with  a  fair  degree  of  accuracy. 

Calculation  of  Molecular  Raising  of  Boiling  Point.  Similar  rea- 
soning leads  to  the  same  formula  connecting  the  molecular  raising 
of  the  boiling  point  with  the  heat  of  vaporization,  as  follows: 

Suppose  we  have  in  our  cylinder  with  an  ideal  semipermeable 
piston  a  solution  containing  a  molecular  weight  in  grams  of  a  solute 
in  each  100  g.  solvent.  At  the  boiling  point  of  the  solvent,  Ti,  we 
push  in  the  piston  until  we  have  extracted  100  g.  pure  solvent.  We 
thus  do  work  equal  to  pv.  We  allow  the  solvent  to  vaporize  and  so 
doing  add  100  X  cals.  (X  =  heat  of  vaporization.)  We  raise  the  tem- 
perature to  the  boiling  point  of  the  solution,  Ti  +  K,  and  allow  the 
vaporized  solvent  to  condense.  This  liberates  100  X  cals.  We  cool 
the  whole  to  Ti  again  and  are  at  the  starting  point.    Total  heat  trans- 
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CHAPTER  XXIV 
THE  PROCESS  OF  SOLUTION  AND  PRECIPITATION 

It  is  a  matter  of  daily  experience  that  certain  substances  will  dis- 
solve in  certain  solvents  readily,  forming  more  or  less  concentrated 
solutions,  and  that  others  are  practically  insoluble.  Why  a  given  sub- 
stance should  dissolve  in  one  solvent  and  not  in  another,  why  anything 
dissolves  at  all,  we  do  not  know,  any  more  than  we  know  why  certain 
substances  react  chemically  and  others  do  not.  But  we  have  ob- 
served and  recorded  many  experimental  facts  and  have  formulated 
a  number  of  generalizations  which  are  of  much  value. 

Solution  Pressure.  A  substance  has  a  tendency  to  dissolve. 
This  is,  in  many  ways,  analogous  to  the  vapor  pressiures  which  all 
substances  have  and  so  we  speak  of  a  substance  as  having  a  *'  solu- 
tion pressure." 

Solubility.  We  express  the  solubility  of  a  substance  in  terms  of 
concentration.  The  amount  in  grams  per  liter  or  formula  weights 
per  liter  (or  any  other  convenient  set  of  units),  which  will  go  into  solu- 
tion at  a  definite  temperatiure,  is  a  constant.  A  solution  which  has 
taken  up  all  the  solute  it  will  we  call  a  saturated  solution.  The  con- 
centration corresponding  to  this  condition  is  the  solubility  of  the 
substance. 

Precipitation  Pressure.  The  substance  in  solution  exerts  an 
osmotic  pressure  and  we  may  consider  this  as,  in  a  sense,  a  measure 
of  the  tendency  of  a  substance  to  come  out  of  solution  or  to  precipi- 
tate. With  the  aid  of  this  conception  we  may  imagine  a  saturated 
solution  in  contact  with  excess  solute  as  in  a  condition  of  equilibrium, 
in  which  the  quantity  which  dissolves  per  unit  time,  owing  to  solu- 
tion pressure,  is  just  equaled  by  the  quantity  which  separates  out 
per  unit  time,  owing  to  what  may  be  called  the  precipitation  pressure. 

The  Solution  of  Gases.  Different  gases  are  differently  soluble 
in  a  given  Uquid.  The  concentration  of  a  saturated  solution  depends 
on  the  natures  of  solvent  and  solute,  on  the  temperature  and  on  the 
pressure.  It  is  a  general  rule,  without  any  exception,  that  the  higher 
the  temperature  the  less  the  solubility  of  a  gas. 
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Henry's  Law.  If  we  exhaust  the  air  from  above  water  containing 
dissolved  air,  the  latter  soon  appears  as  minute  bubbles,  some  of 
which  collect  on  the  sides  of  the  vessel,  while  some  rise  through  the 
body  of  the  Uquid.  The  amount  of  a  gas  which  a  Uquid  will  dissolve 
is  directly  proportional  to  the  pressure.  That  is,  if  we  double  the 
pressure,  we  double  the  amount  dissolved.  This  is  Henry's  law,  first " 
announced  in  1803.  It  applies  only  when  the  gas  may  be  considered 
as  not  uniting  chemically  with  the  solvent.  It  does  not  apply  to 
such  gases  as  hydrogen  chloride  or  ammonia,  which  are  extremely 
soluble;  nor  even  to  such  a  gas  as  carbon  dioxide,  which  is  relatively 
soluble;  but  it  does  apply  to  such  gases  as  nitrogen,  hydrogen,  oxygen, 
carbon  monoxide,  and  methane. 

Formulation  of  Henfy's  Law.  If  Ci  represents  the  concentra- 
tion of  the  gas  in  the  liquid  phase,  and  C2  the  concentration  of  the 
gas  in  the  gaseous  phase,  we  may  express  Henry's  law  as  follows: 

C 

jT-  —  K,  where  K  is  2l  constant.     This  equation  holds  no  matter  how 

we  vary  the  pressure,  provided  the  temperature  is  constant.  At  first, 
this  sounds  paradoxical,  but  consider,  when  we  double  the  pressure 
we  double  the  concentration  in  the  gaseous  phase,  and  this  is  fol- 
lowed by  a  doubling  of  the  concentration  in  the  liquid  phase.  This 
is  exactly  what  Henry's  law  states  will  occur  and  so  the  equation  is 
a  particularly  satisfactory  form  in  which  to  express  the  law. 

Coefficient  of  Solubility.  This  "A',"  or  ratio  between  the  con- 
centrations in  the  two  phases,  is  known  as  the  coeflScient  of  solu- 
bility, or  solubility  coefficient. 

Bunsen's  Coefficient  of  Absorption.  Bunscn,  who  did  much 
work  upon  the  solubility  of  gases  in  liquids,  expressed  his  results 
somewhat  differently.  He  determined  experimentally  the  volume  of 
the  gas  which  dissolved  in  i  cm'  of  the  liquid  at  a  given  tempera- 
ture, the  gas  exerting  a  pressure  of  760  mm.  He  then  appUed  the 
gas  laws  and  reduced  this  found  volume  to  normal  conditions,  i.e., 
to  0°,  and  this  calculated  volume  is  what  is  called  the  coefficient  of 
absorption. 

Some  Absorption  Coefficients.  The  absorption  coefficients  of 
such  gases  as  nitrogen,  hydrogen,  and  oxygen  are  of  the  same  order 
of  magnitude,  and  var>'  from  0.02  to  0.05.  The  absorption  coeffi- 
cients of  such  gases  as  carbon  dioxide  and  hydrogen  sulphide  vary 
between  i  and  4 ;  those  of  ammonia  and  hydrogen  chloride  are  much 
higher. 
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Dalton's  Extension  of  Henry's  Law.  The  individual  gases  of  a 
mixture  dissolve  according  to  their  partial  pressures  and  the  solu- 
bility of  each  is  but  slightly  affected  by  the  presence  of  the  other. 
For  instance,  air  is  a  mixture,  and  as  four-fifths  of  the  barometric 
pressure  is  due  to  nitrogen  and  one-fifth  to  oxygen,  the  quantity  of 
nitrogen  which  dissolves  in  unit  volume  of  water  from  the  air  is  just 
four-fifths  of  what  would  di3Solve  were  the  air  pure  nitrogen.  The 
quantity  of  oxygen  which  dissolves  in  a  given  volume  of  water  is  just 
one-fifth  of  what  would  dissolve  were  the  air  pure  oxygen.  This  is 
known  as  Dalton^s  extension  of  Henry's  law. 

Illustrations  of  Henry's  Law.  The  pressure  of  carbon  dioxide  in 
a  bottle  of  charged  water  is  large.  Pull  the  cork,  relieving  the  pres- 
sure, and  the  dissolved  gas  promptly  "  precipitates  "  and  we  have  the 
familiar  phenomenon  of  effervescence. 

In  a  factory  a  large  siphon  was  used  to  convey  cold  water  from  one 
tank  to  another,  and  much  difficulty  was  experienced  because  the 
siphon  stopped  running  every  now  and  then.  When  this  occiured, 
the  highest  portion  of  the  bend  was  found  to  be  filled  with  air. 
Henry's  law  offers  the  explanation  for  this  phenomenon.  Under 
atmospheric  pressure  air  dissolved  in  the  water.  When  the  water 
reached  the  higher  portion  of  the  siphon  it  was  under  a  lower  pres- 
sure, and  then  of  course  some  dissolved  air  came  out  and  collecting 
at  that  place  stopped  the  action  of  the  siphon. 

Run  a  current  of  pure  air  through  water  containing  carbon  dioxide 
and  the  carbon  dioxide  may  be  swept  out  completely,  for  the  partial 
pressure  of  the  carbon  dioxide  in  the  gaseous  phase  is  thus  held 
down  to  a  vanishingly  small  quantity.  In  general,  one  gas  may  be 
so  driven  out  by  another  and  this  is  a  particularly  convenient  and  ex- 
peditious method  to  remove  any  volatile  substance  from  a  solution. 
Distillations  with  steam,  in  which  steam  is  forced  through  a  solution 
or  a  pure  substance,  are  but  slightly  different  applications  of  the 
same  principles. 
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The  Solution  of  Liquids.  Some  liquids  are  mutually  soluble  in 
all  proportions,  and  we  call  such  liquids  completely  misdble.  Others 
are  mutually  soluble  to  definite  amounts  only.  Ether  and  water  are 
not  misdble  in  all  proportions,  but  water  dissolves  some  ether  and 
ether  dissolves  some  water.  There  is  no  such  thing  as  absolute  in- 
solubility. Theoretically,  at  least,  everything  is  soluble  to  a  certain 
extent  in  everything  else. 

Influence  of  Temperature.  The  effect  of  a  change  in  tempera- 
ture on  the  mutual  solubility  of  two  liquids  is  not  always  the  same. 
Raising  the  temperature,  ether  becomes  less  soluble  in  water,  but 
water  becomes  more  soluble  in  ether. 

The  Critical  Point  of  Solubility.  Suppose  that  we  have  some 
phenol  and  water  in  a  test  tube.  At  ordinary  temperatures  there 
will  be  two  layers,  the  lower  being  a  saturated  solution  of  water  in 
phenol,  the  upper  a  saturated  solution  of  phenol  in  water.  The  two 
layers  constitute  two  phases  separated  by  a  bounding  surface,  a 
meniscus.  This  meniscus  is  due  to  the  surface  tension  which  exists 
between  the  two  liquids. 

Upon  raising  the  temperature,  this  meniscus  becomes  flatter  and 
disappears  entirely  at  70**.    At  this  temperature,  then,  there  is  no 

surface    tension    between    the    two 

^^ liquids,  and  they  are  misdble  in  all 

proportions.  By  a  "critical"  point 
we  mean  one  at  which  two  phases 
which  are  approaching  identity  be- 
come one;  a  ix)int  where  a  diminish- 
ing  surface  tension  becomes  zero, 
where  a  meniscus  or  surface  dividing 
two  phases  vanishes.  Therefore,  this 
lowest  temperature  (70°  for  phenol 
and  water)  at  which  two  liquids  arc 
mutually  soluble  in  all  proportions, 
is  properly  named  the  critical  point 

""• — •"'"• — — ^■*"     of  soluhilitv 

;o    20   30  40  JO  60  70     "*  soiuuiiRy. 

p-  These  relations  are  shown  graphi- 

cally in  Fig.  57.  In  a  coordinate 
system  along  the  abscissa  lay  off  temperature.  .Mong  the  ordinate, 
from  the  origin  upward,  lay  off  per  cent  water  in  the  phenol  phase. 
On  this  same  perpendicular  downward  from  a  second  origin  or 
abscissa,  which  represents  100  p)er  cent  water,  lay  off  per  cent  phenol 
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in  the  water  phase.  Repeat  this  on  another  perpendicular  corre- 
sponding to  a  higher  temperature,  and  so  on.  In  this  way  we  obtain 
pairs  of  points  which  gradually  approach  each  other.  When  these 
points  are  united  by  a  curve,  it  has  the  appearance  shown  in  the 
figure,  bulging  out  to  the  right.  A  perpendicular  tangent  to  the  ex- 
treme right-hand  point  of  this  curve  corresponds  to  the  critical  point 
of  solubility.  It  is  clear  from  the  diagram  that  the  two  liquids  are 
mutually  soluble  in  all  proportions  at  any  temperature  to  the  right 
of  this  tangent,  and  that  we  may  expect  two  phases  separated  by  a 
bounding  surface  at  any  point  to  the  left  of  this  tangent,  and  included 
within  the  interior  of  the  curve. 

Such  diagrams  may  be  drawn  also  for  isobutyric  add  and  water, 
for  salicyclic  acid  and  water,  for  benzoic  add  and  water,  etc. 

We  sometimes  find  that  the  mutual  solubilities  diminish  with  in- 
creasing temperature  and  increase  with  a  diminution  in  temperature. 
Triethylamine  and  water  furnish  an  instance  of  this.  The  diagram 
for  these  substances  appears  much  like  that  of  Fig.  57,  only  with  the 
bulge  pointing  in  the  opposite  direction.  A  tangent  drawn  to  the 
extreme  left  of  that  curve  then  represents  the  critical  point  of  solu- 
bility, and  we  see  that  the  two  liquids  are  mutually  soluble  in  all  pro- 
portions at  any  temperature  below  the  one  represented  by  the  tangent, 
while  at  any  higher  temperature  we  may  expect  to  have  two  phases 
separated  by  a  boimding  surface. 

There  must  be  a  surface  tension  of  less  than  nothing  between  per- 
fectly miscible  liquids  such  as  alcohol  and  water.  Instead  of  a  boimd- 
ing surface  we  must  imagine  a  tendency  to  pass  into  each  other  and 
occupy  the  largest  possible  volume,  a  property  which  reminds  us 
much  of  the  behavior  of  gases. 

General  Formulation.  The  equation  which  we  wrote  for  Henry's 
law  is  applicable  to  solid  and  to  liquid  solutes  as  well  as  to  gases. 
At  any  given  temperature  the  concentration  of  a  liquid  or  solid  is  a 
constant,  so  d  of  that  equation  is  a  constant  and  may  be  merged  in 
the  constant  Ky  and  so  we  have,  Ci  =  K.  This  is  merely  a  simple 
expression  of  the  well-known  fact  that  a  substance  shows  a  definite 
solubility  for  any  definite  temperature. 

An  Empirical  Rule  Regarding  Solubility.  We  have  learned  by 
experience  that  chemically  similar  substances  are  usually  mutually 
soluble,  and  that  chemically  dissimilar  substances  are  usually  but 
very  slightly  soluble  in  each  other.  For  instance,  benzene  is  soluble 
in  toluene  and  very  slightly  soluble  in  water.    Benzene  and  ether 
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and  other  organic  liquids  are  good  solvents  for  organic  substances, 
but  are  poor  solvents  for  inorganic  salts. 

We  may  expect  substances  containing  the  hydroxyl  group  to  be 
soluble  in  water.  In  harmony  with  this  expectation  we  find  the 
alcohols,  glycerol,  sugar,  etc.,  decidedly  soluble.  On  the  other  hand, 
there  are  noteworthy  exceptions  to  this  rule.  For  instance,  the  hydrox- 
ides of  the  metals  not  in  the  first  group  of  the  periodic  system  are 
relatively  insoluble. 

Conforming  to  the  rule  we  find  that  organic  adds  are  more  soluble 
in  water  than  other  types  of  organic  compounds.  These  adds,  we 
assume,  give  hydrogen  ions  w-hen  dissolved  in  water  and  in  so  far 
are  similar  to  water. 

"  Insoluble  "  Precipitates.  The  most "  insoluble  "  predpitates  of 
analytical  chemistry  are  soluble  to  an  extent  readily  measured  by  the 
conductivity  method  (see  Chapter  XXVIII). 

The  Change  of  Solubility  with  Change  of  Temperature.  Solu- 
bilities of  substances  vary  in  almost  every  concdvable  majiner  and 
degree  with  the  temi>erature.  As  a  general  rule  substances  are  more 
soluble  the  higher  the  temperature.  The  increasing  solubilities  of 
p)otassium  nitrate  and  potassium  bromide  may  be  taken  as  topical 
examples.  But  we  also  know  of  substances  which  are  less  soluble  the 
higher  the  temperature.  Lithium  sulphate  is  a  good  illustration  of 
this.  \Vc  also  know  of  substances  whose  solubility  is  indep>endent  or 
nearly  independent  of  temperature.  Common  salt  is  an  example. 
Other  substances  show  a  solubility  rising  to  a  maximum,  like  stron- 
tium nitrate;  others  show  an  increase  followed  by  a  decrease,  as 
calcium  sulphate;  others  show  a  decrease  followed  by  an  increase, 
as  calcium  n-butyrate. 

Solubility  Curves.  Lay  off  temperatures  on  the  absdssa  and  con- 
centrations of  saturated  solutions  (expressed  in  any  convenient  units, 
grams  solute  {kt  ioo  grams  solvent,  or  molecular  weights  solute  per 
liter  solvent;  on  the  ordinate,  and  we  obtain  our  much-used  solubility 
cur\'es.  Figure  58  contains  the  solubility  curves  of  the  substances 
mentioned. 

There  is  such  an  infinite  variety  in  these  phenomena  that  at  first 
it  seems  as  though  no  generalization  were  possible,  and  yet  one  of 
great  significance  has  been  made. 

Van't  Hoff's  Law  of  Mobile  Equilibrium.  We  always  find  that 
when  solution  takes  place  with  an  evolution  of  heat  the  substance 
is  less  soluble  the  higher  the  temperature,  and  that  when  solution 
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takes  place  with  absorption  of  heat,  the  substance  is  more  soluble 
the  higher  the  temperature. 

A  saturated  solution  in  contact  with  an  excess  of  solid  is  in 
equilibrium.  We  raise  the  temperature  and  we  find  the  equilibrium 
conditions  alter  in  such  a  way  as  to  absorb  heat.  If  the  solute 
dissolving  absorbs  heat,  some  will  dissolve;  if  the  solute  precipitating 
absorbs  heat,  some  will  precipitate.  This  principle  has  been  found 
to  be  applicable  generally  to  conditions  of  equilibrium  in  chemical 
reactions  as  well  as  in  processes  of  solution,  in  short  to  all  conditions 
of  equilibrium,  both  homogeneous  and  heterogeneous.    We  may  say 
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that  if  we  alter  the  temperature  of  a  system  in  equilibiiuiny  the  sys- 
tem will  alter  in  such  a  way  as  to  minimize  the  temperature  change. 
This  is  known  as  van't  Hoff's  law  of  mobile  equilibrium. 

The  imderlying  idea  of  this  law  has  been  found  to  be  of  wide  ap- 
plicability and  not  confined  to  temperature  changes. 

The  Change  of  Solubility  with  Change  of  Pressure.  The  volume 
of  a  solution  is  not  an  additive  property.  That  is,  it  cannot  be  cal- 
culated as  the  sum  of  the  voliunes  of  the  components.  Generally  the 
process  of  solution  is  accompanied  by  a  contraction.  For  instance, 
if  we  half  fill  a  tube  about  a  meter  long  with  water,  and  fill  the  other 
half  with  alcohol,  taking  care  that  the  two  liquids  do  not  mix,  cork 
the  tube  and  shake  it,  although  it  is  completely  full  at  fijnst,  when 
the  mixing  has  been  accomplished  several  cubic  centimeters  of  vapor 
space  appear  at  one  end.  The  solution  of  alcohol  and  water  is  accom- 
panied by  a  contraction. 

In  a  few  cases  solution  is  accompanied  by  an  expansion.  For  in- 
stance, the  volume  of  a  solution  of  ammonium  chloride  in  water  is 
greater  than  the  sum  of  the  volumes  of  the  components.  We  cannot, 
then,  from  the  specific  gravity,  determine  the  amounts  present,  unless 
we  have  tables  worked  out  from  previous  experiments.  The  di£Fer- 
ences  between  the  sum  of  the  volumes  of  the  components  and  the 
volume  of  the  resulting  solution  are  greater  when  water  is  the  solvent 
than  in  any  other  case. 

Increasing  the  pressure  on  a  system  consisting  of  saturated  solu- 
tion in  equilibrium  with  excess  of  solid  has  been  foimd  to  cause  more 
solid  to  go  into  solution  if  this  process  is  accompanied  by  a  diminu- 
tion in  volume,  and  to  cause  the  precipitation  of  some  solid  if  this 
process  is  accompanied  by  a  diminution  in  voliune.  While  the 
changes  in  solubility  thus  produced  by  changes  in  pressure  are  not 
very  great  for  changes  of  one  or  two  atmospheres  yet  they  are  easily 
measurable.  The  system  alters  in  such  a  way  as  to  minimize  the 
pressure  change  if  it  can.  Notice  that  this  is  the  very  same  principle 
stated  for  temperature  changes.  This  generalization  regarding  the 
effect  of  pressure  also  has  been  found  to  be  universally  applicable 
to  homogeneous  as  well  as  to  heterogeneous  equilibria. 

Le  Chatelier's  Law.  These  and  all  other  special  cases  have  been 
condensed  into  what  we  call  Le  Chatelier's  law  (often  called  Le  Chate- 
lier's theorem).  A  system  in  equilibrium  alters  in  such  a  way  as  to 
neutralize  or  partly  neutralize  the  change  we  are  forcing  upon  it. 
Another  way  of  stating  it  is:  whenever  we  apply  an  external  force  to 
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any  system  in  equilibrium  the  system  will,  if  it  can,  alter  in  such  a 
way  as  to  diminish  the  effect  of  the  applied  force. 

This  is  one  of  the  most  important  and  useful  laws  we  have  re- 
garding conditions  of  equilibrium,  for  it  enables  us  to  foretell,  quali- 
tatively at  least,  what  will  happen. 

Cooling  Effect  of  Dissolving.  In  most  instances  when  a  salt 
dissolves  in  water  we  observe  a  cooling  effect.  For  instance,  the  fall 
in  temperature  is  very  marked  when  we  dissolve  potassiiun  iodide  or 
potassium  nitrate  in  water. 

In  our  study  of  osmotic  phenomena  we  learned  that  dissolved  sub- 
stances behave  in  many  particulars  like  gases  under  the  same  con- 
ditions of  temperature  and  pressure;  that  the  condition  of  being  in 
solution  is  in  many  ways  analogous  to  the  gaseous  state.  The  most 
essential  difference  between  a  substance  as  solid,  Uquid,  or  gas  is  its 
energy  content,  and  to  convert  a  solid  or  liquid  to  a  gas  we  must 
give  it  energy  in  the  form  of  heat,  the  heat  of  fusion  or  of  vaporiza- 
tion, or  both.  So,  in  dissolving,  a  substance  must  take  up  a  quantity 
of  heat  equal  to  its  heat  of  vaporization  or  heat  of  sublimation.  If 
no  heat,  or  not  enough,  is  given  to  the  system  it  must  take  it  from 
its  own  internal  energy.  This  of  course  results  in  a  cooling,  and  so 
we  plausibly  explain  the  cooling  effect  observed  to  accompany  the 
solution  of  most  salts. 

Sometimes  a  Heat  Effect.  But  all  substances  do  not  absorb 
heat  when  they  dissolve.  On  the  contrary,  the  solution  of  ferric 
chleride  or  of  sulphuric  add  in  water  is  accompanied  by  a  decided 
evolution  of  heat  and  the  temperature  of  the  system  rises. 

The  Analogy  not  Perfect.  So  our  analogy  between  the  process 
of  solution  and  the  changes  between  the  three  states  of  aggregation 
is  not  perfect,  and  the  consideration  of  the  process  of  solution  is  com- 
plicated by  the  coincident  appearance  of  other  phenomena,  of  some 
other  form  of  energy  which  is  converted  into  heat. 

Solution  in  Part  a  Chemical  Reaction.  This  other  form  cannot 
well  be  anything  but  chemical  energy,  and  so  we  reach  the  con- 
clusion that  the  process  of  solution  must  frequently,  if  not  always, 
be  in  part  a  chemical  reaction,  and  what  we  measure  when  we  de- 
termine the  quantity  of  heat  evolved  or  absorbed  is  the  resultant  of 
these  two  manifestations.  They  must  almost  always  be  opposed  to 
each  other  in  their  effects  since  almost  all  chemical  reactions  are 
accompanied  by  the  evolution  of  heat,  and  changes  from  a  more 
dense  to  a  less  dense  condition  of  aggregation  are  always  accom- 
panied by  the  absorption  of  heat. 
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Not  Sure  what  We  Have  in  Solution.  Just  what  the  result  of 
the  chemical  reaction  is,  whether  the  formation  of  molecular  com- 
poimds  between  solvent  and  solute,  or  between  the  ions  of  the  solute 
and  molecules  of  the  solvent,  or  something  else,  is  a  hard  matter  to 
decide;  in  fact,  it  cannot  be  considered  as  decided  at  the  present 
time. 

Much  of  what  follows  is  a  series  of  facts  and  considerations  bearing 
on  this  question.  These  give  us  hints  and  furnish  information  of 
practical  value,  but  do  not  give  a  final  answer  to  the  fundamental 
question,  what  have  we  in  a  solution? 

The  process  of  solution  and  the  equilibrium  conditions  between 
saturated  solution  and  excess  solute  have  been  a  favorite  theme  for 
investigations.  The  quantity  of  information  we  have  accumulated 
is  vast  and  would  require  a  volume  at  least  the  size  of  this  for  its 
presentation.  We  must  content  ourselves  with  a  consideration  of  a 
few  simple  cases.  But  they  are  typical  and  suffice  to  introduce  the 
fundamental  principles,  and  a  familiarity  with  them  is  a  necessary 
and  adequate  preparation  for  profitable  study  of  the  more  elaborate 
and  complicated  treatments  to  be  found  in  more  highly  ^>ecialized 
works. 

Solubility  of  Sodium  Sulphate  and  its  Hydrates.  The  most 
common  form  of  sodium  sulphate  is  "  Glauber's  salt  "  containing  ten 
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molecules  of  water  of  cr>*stallizati()n  (XajSOi-lOHaO),  also  called  the 
decahydrate.  Shake  up  a  lar^c  excess  of  this  with  water  at  a  definite 
temperature  until  a  saturated  solution  is  obtained.    By  evaporating 
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and  weighing  a  sample  of  this  saturated  solution  deteimine  the  number 
of  grams  of  the  anhydrous  substance,  Na8S04,  present  per  100  grams 
of  water.  Lay  off  a  distance  corresponding  to  this  analytical  result 
on  a  vertical  corresponding  to  the  temperature.  Repeat  at  other 
temperatures.  In  this  way  we  obtain  a  series  of  values,  which,  imited, 
give  us  the  solubility  curve  CA  in  Fig.  59.  This  shows  a  rapidly  in- 
creasing solubility  with  increasing  temperature. 

Transition  Point  at  A.  If  we  raise  the  temperature  above  32.4® 
we  notice  a  change  occurs  in  the  solid  substance.  The  large,  clear 
crystals  become  coated  with  a  white  nontransparent  powder,  and 
soon  the  crystals  have  all  crumbled  to  a  heap.  Analysis  shows  this 
to  be  anhydrous  sodiiun  sulphate.  This  is  then  a  transition  point, 
the  temperature  at  which  solid  Na4SO4.10H3O  changes  to  soUd 
Na«S04. 

By  working  carefully  it  is  possible  to  pass  this  point  without  having 
the  change  occur.  Our  results  correspond  to  a  prolongation  of  the 
curve  Ci4- above  A,  The  solid  is  then  in  a  metastable  condition, 
superheated  above  its  transition  point. 

Solubility  of  the  Anhydrous  Salt.  Successive  analyses  of  the 
solution  at  ascending  temperatures,  after  the  transformation  has 
occurred,  show  lower  and  lower  concentrations  of  sodium  sulphate 
in  solution.  The  results  plotted  on  the  same  diagram  give  the  curve 
ABy  the  solubility  curve  for  anhydrous  Na2S04,  showing  a  diminish- 
ing solubility  with  increasing  temperature. 

Prolongation  of  Curve  BA.  Starting  from  a  temperature  above 
32.4°  with  a  saturated  solution  in  contact  with  a  large  excess  of  soUd 
anhydrous  sodium  sulphate,  we  may  cool  gradually  for  some  distance 
below  32.4°  without  having  the  transformation  into  Glauber's  salt  set 
in,  provided  no  particle  of  the  decahydrate  is  present.  Analyses  of 
the  solution  give  results  which  plotted  prolong  the  curve  BA  through 
D  toward  G,  This  is  still  the  solubility  cun^e  for  the  anhydrous  salt, 
but  represents,  of  course,  conditions  of  metastable  equilibriiun. 

The  Heptahydrate.  If  we  push  the  supercooling  far  enough  the 
limits  of  the  metastable  condition  are  reached,  a  change  sets  in 
spontaneously  and  we  observe  crystals  forming  again.  But  upon 
analysis  these  crystals  prove  not  to  be  the  original  decahydrate  but 
a  new  solid,  sodium  sulphate  with  seven  molecules  of  water  of  crys- 
tallization (Na2S04.7H20),  the  heptahydrate. 

Solution  Pressure  of  the  Heptahydrate.  Wc  have  learned  that 
when  a  metastable  condition  of  cquilibriimi  brer.ks  down  spontane- 
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ously  and  either  one  of  two  new  fonns  can  appear,  it  is  a  general 
rule  that  that  one  will  appear  which  involves  the  smaller  lowering  of 
the  vapor  pressure.  Apparently  this  rule  applies  in  cases  such  as  we 
are  considering,  with  the  substitution  of  the  term  solution  pressure 
for  vapor  pressure.  The  heptahydrate  evidently  has  a  higher  solu- 
tion pressure  than  the  decahydrate  because  it  maintains  itself  in 
equilibrium  with  solutions  containing  more  Na4S04  than  those  solu- 
tions with  which  the  decahydrate  is  in  equilibrium  at  the  same 
temperature. 

Solubility  of  the  Heptahydrate.  As  the  temperature  falls, 
more  and  more  of  the  solid  heptahydrate  precipitates  and  determina- 
tions of  the  concentrations  of  the  solutions  at  different  temperatures 
give  us  the  values  which  are  plotted  as  the  cmrve  EDy  the  solubility 
curve  for  this  heptahydrate.  It  is,  at  all  temperatiures,  in  a  meta- 
stable  condition,  and  the  addition  of  the  least  particle  of  the  deca- 
hydrate starts  the  change  to  the  more  stable  Glauber's  salt. 

Transition  of  Heptahydrate  to  Anhydrous  Sulphate.  Starting 
anywhere  on  the  curve  £Z),  with  a  plentiful  excess  of  the  solid 
heptahydrate,  and  raising  the  temperature,  at  24.4**  a  change  oc- 
curs in  the  solid  form,  the  heptahydrate  loses  its  seven  molecules  of 
water  of  crystallization  and  becomes  anhydrous.  24.4**  is  then  an- 
other transition  point,  the  temperature  of  change  from  the  heptahy- 
drate to  the  anhydrous  variety. 

Prolongation  of  Ciuve  ED.  Working  carefully  it  is  possible  to 
obtain  results  corresponding  to  a  prolongation  of  the  cur\'e  ED  up- 
ward beyond  D,  a  metastable  condition;  the  solid  heptahydrate  is 
then  superheated  above  its  transition  point. 

The  Ice  Curve.  Pure  water  freezes  at  0°,  the  point  marked  F  on 
the  abscissa  in  the  diagram.  If  we  dissolve  a  little  sodium  sulphate 
the  freezing  f>oint  of  water  is  lowered,  but  when  the  freezing  occius 
the  ice  which  separates  out  is  pure  water,  the  sodium  sulphate  re- 
maining in  solution.  If  we  dissolve  more  sodium  sulphate  the  tem- 
perature at  which  ice  precipitates  is  further  lowered.  The  results 
thus  obtained  when  plotted  give  us  the  curve  FCEj  which  represents 
the  lowering  of  the  freezing  point  of  water  due  to  the  presence  of  in- 
creasing amounts  of  sodium  sulphate  in  solution,  and  represents  all 
the  conditions  under  which  we  can  have  solutions  of  sodium  sulphate 
in  contact  with  ice  and  in  equilibrium. 

Cryohydric  Points.  At  C»  a  point  corresponding  to  a  tempera- 
ture of  —1.2°  and  a  concentration  of  4g.,  Na2S04  per  100  g.  water 
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in  the  solution,  this  freezing-point  curve  intersects  the  solubility 
curve  of  the  decahydrate.  At  E,  a  point  corresponding  to  a  tem- 
perature of  —3.55°  and  a  concentration  of  14.5  g.  Na«S04  per  100  g. 
water  in  the  soWtion,  it  intersects  the  solubility  curve  of  the  hepta- 
hydrate. 

Let  us  start  with  a  saturated  solution  in  contact  with  solid  decahy- 
drate at  some  temperature  above  0°,  that  is,  somewhere  on  the  curve 
AC  J  and  let  us  cool  the  system.  As  we  do  so,  more  and  more  solid 
Na2SO4.10H2O  forms  and  the  solution  becomes  less  concentrated. 
We  thus  travel  downward  describing  the  curve  AC  imtil  we  reach 
the  point  C.  If  here  we  did  not  strike  the  ice  curve,  there  is  no 
question  but  what  more  solid  decahydrate  would  form  and  we  should 
follow  a  route  indicated  by  continuing  the  curve  AC,  But  we  do 
strike  the  ice  curve,  that  is,  we  reach  conditions  for  the  precipitation 
of  soUd  water,  and  ice  must  and  does  form.  More  solid  decahydrate 
forms  at  the  same  time  and,  if  we  persist  in  trying  to  cool  the  system 
further,  we  do  not  succeed,  but  the  solution  solidifies  as  a  whole  to  a 
mass  of  fine,  intimately  associated,  but  distinct  crystals  of  ice  and 
Glauber's  salt. 

Cryohydrates.  This  intimate  mixture,  this  conglomerate,  of  dis- 
tinct crystals  thus  formed  is  called  a  cryohydrate.  Of  course  when 
the  soUdification  is  complete  we  may  cool  the  solid  mass  as  much  as 
we  please.  If  we  turn  about  and  starting  with  the  solid  cryohydrate 
raise  the  temperature  gradually,  when  we  reach  — 1.2®  the  cryohydrate 
will  begin  to  melt  and  the  temperature  will  cease  to  rise  until  all  the 
solid  has  melted.  Thus  cryohydrates  have  definite  melting  points, 
one  of  the  characteristic  properties  of  chemical  compounds,  but  of 
course  they  are  not  chemical  compounds,  not  only  because  they  do 
not  contain  their  constituents  in  their  stoicheiometric  proportions, 
but  also  because  the  individual  crystals  of  the  two  substances  are 
readily  distinguished  under  a  microscope. 

The  conditions  and  the  phenomenon  are  exactly  similar  at  the 
point  E.  As  we  descend  the  curve  DE  more  and  more  of  the  solid 
heptahydrate  forms  as  the  temperature  falls.  When  £,  the  tempera- 
ture of  —3.55°,  is  reached,  crystalline  water  begins  to  precipitate  also. 
Efforts  to  further  cool  do  not  lower  the  temperature  but  the  solution 
solidifies  as  a  whole  to  an  intimate  mixture  of  crystals  of  water  and 
crystals  of  sodium  heptahydrate.  This  too  is  a  cryohydrate,  though 
a  metastable  system.  The  Glauber's  salt  cryohydrate  is  evidently 
the  stable  system. 
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The  points  C  and  E  at  which  oyohydrates  fc»m,  and  which  give  at 
once  the  percentage  composition  of  ayohydrat^  and  their  character 
istic  melting  points,  are  known  as  ciyohydric  points. 

Continuity  of  Properties  of  the  Solution  as  We  Pass  Transition 
Points.    We  may  determine  the  numerical  values  of  numerous  prop- 
erties of  a  saturated  solution  at  a  succession  of  different  tempera- 
tures.   In  passing  the  point  A  there  is  no  discontinuity  in  any  of 
these  pro|)erties,  in  the  specific  heat,  in  the  coefficient  of  expansion, 
in  the  index  of  refraction,  in  any  of  the  physical  properties  which  we 
can  measure.    Therefore  we  are  forced  to  the  conclusion  that  we  have 
always  the  same  thing  in  solution  whatever  may  be  the  particular 
hydrate  which  we  ha\e  in  the  solid  phase.    It  must  be  emphasized 
that  these  changes  wliich  we  have  been  studying  are  alwa>-s  in  the 
solitl  phase,  not  in  the  liquid  phase.     XasSO^.lOHiO  is  a  distinct  and 
different   substance  from  Na2S04.7HiO  or  from   Na^SO^.      If  we 
clearly  understand  that  these  are  three  different  substances  it  need 
c.uisc  no  surprise  that  they  have  different  solubUities  and  different 
solubility  cunes.    WTiat  they  have  in  common  is  the  solution  result- 
ing fron  them.    We  are  unable  to  detect  any  difference  in  solutions 
made  from  the  three  distinctly  different  solids.    These  facts  are  in- 
teresting to  say  the  least,  whatever  interpretation  may  be  put  upon 
them. 

From  this  discussion  we  see  how  careful  we  must  be  in  speaking 
of  the  solubility  of  a  substance  to  define  exactly  what  substance  we 
mean.  It  is  not  sufficient  to  say  sodium  sulphate,  we  must  state  also 
which  hvdratc  it  is  to  which  the  value  refers. 

w 

Transition  Points.  Certain  generalizations  may  be  made  which 
will  apply  not  only  to  these,  but  to  all  similar  cases. 

Whrrr  s<»lui)ility  curves  of  two  varieties  intersect,  the  solubility  of 
rat  h  variety  is  the  same,  and  at  this  temperature  there  is  always  a 
« han^^e  from  (Hie  solid  form  to  the  other.    It  is  a  transition  point. 

Inclinations  of  the  Curves.  Two  such  solubility  curves  invari- 
nl»Iy  make  an  angle  with  each  other,  but  it  is  not  necessary  that  the 
new  fnnn,  appearing  with  increasing  temperature,  should  show  a 
dimiiii'iliinK  solul>ility  as  the  temperature  rises.  It,  too,  may  be 
niMie  '.nluMe  the  higher  the  temperature,  but  the  change  in  direction, 
Ihi-  niiK.  nr  angle  made  by  the  intersection  of  the  cur\'es  is  alwa^'s 
Ihi'ie.  Ii»r  it  lias  been  found  that  the  variety  formed  at  the  higher 
Irnipeiitlure  always  shows  a  smaller  increment  of  solubility  with  in- 
iM*(in{iiK  tnupcraturc  than  the  original  variety.    Thus  succeeding 
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curves  with  ascending  temperatures  will  have  less  and  less  inclina- 
tion to  the  abscissa. 

An  Experimental  Method  of  Reaching  Metastable  Regions. 
We  can  obtain  metastable  conditions  experimentally  as  follows: 
Make  a  not-saturated  solution  of  Glauber's  salt  without  a  particle 
of  any  solid  present.  Put  this  in  a  desiccator  and  hold  the  tempera- 
ture constant.  As  the  water  evaporates  the  concentration  increases 
and  we  are  moving  perpendicularly  upwards  on  an  ordinate  corre- 
sponding to  the  temperature  we  choose. 

An  Experimental  Method  of  Obtaining  a  Cryohydrate.  Make 
a  solution  of  Glauber's  salt  and  cool  it.  In  this  way  we  are,  as 
it  were,  traveling  along  some  horizontal  line  in  the  diagram  and 
nothing  happens  imtil  we  reach  one  of  the  solubiUty  curves.  What 
we  shall  get  upon  thus  cooling  depends  upon  the  composition  of  the 
cryohydric  mixture.  If  we  have  more  salt  present  in  our  solution 
than  corresponds  to  the  cryohydric  proportions,  salt  separates  out 
first;  if  we  have  less,  then  solid  solvent  separates  out  first. 

Whichever  substance  is  in  excess  of  the  cryohydric  proportions 
then  separates  out  imtil,  when  the  cryohydric  temperature  is  reached, 
the  solution  has  automatically  taken  on  the  cryohydric  proportions, 
and  at  this  temperature  solidifies  as  a  whole  to  the  cryohydrate. 

Application  of  Gibbs'  Phase  Law.  We  might  from  the  outset 
have  expressed  all  these  facts  regarding  the  solubility  of  sodiiun  sul- 
phate and  its  hydrates  in  the  phraseology  of  the  phase  law.  We 
have  been  studying  the  conditions  of  heterogeneous  equilibrium  in  a 
system  of  two  components,  and  the  formulation  C  +  2  —  F  =  F  ap- 
plies. There  being  two  components  we  have  one  degree  of  freedom 
when  three  phases  are  present,  and  these  conditions  are  represented 
by  the  solubility  curves  AB,  CA,  ED,  and  also  by  FCE  which  rep- 
resents equilibrium  between  solid  ice,  liquid  solution,  and  the  vapor 
phase. 

Quadruple  Points.  In  this  figure  the  points  determined  by  the 
intersections  of  curves  are  not  triple  points  as  they  were  in  figures 
representing  one-component  systems;  they  are  quadruple  points, 
representing  the  conditions  for  the  simultaneous  existence  of  four 
phases  in  contact  and  in  equilibrium.  For  instance,  at  A  we  have 
the  four  phases,  the  decahydrate,  the  anhydrous  salt,  the  solution, 
and  the  vapor  phase;  at  C  we  have  the  four  phases,  the  decahydrate, 
solid  water,  the  solution,  and  the  vapor  phase.  D  and  E  likewise  are 
quadruple  pointS;  analogous  to  A  and  C  but  with  the  substitution  of 
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that  L§  interestiiu;.  azui  in  a  form  in  vfakh  the  infooratioii  is  leadfly 
cixnprehendcd  and  retained. 

FreeziDg  Miztiires.     We  can  form  a  dear  oooccptioD  of  the  way 
in  which  freezing  mixtures  act.  and  can  forcteO  the  opdmnzn  oqq- 
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these  scdubQity  curves  aod 
cr>'ohydxic  points.  Let  us  oon^ 
ader  the  most  used  frecziiig 
mixture,  ice  and  salt.  In  Kg. 
60.  AB  is  the  solubility  cur\-e 
of  XaCL  At  .4  (— o.i5=)^ 
there  is  a  transition  p<Hnt  and 
the  5olid  becomes  the  hydrate^ 
XaCl .  2  HjO.  ylC  is  the  solubility  cur\-e  of  this  hydrate  and  it  ends 
in  the  cr>'ohydric  priint  C,  at  —22.4",  and  corresponding  to  a  concen- 
tration of  the  solution  equal  to  30  g.  anhydrous  XaCl  per  100  g. 
U/)A  I'C  is  the  freezing-point  cune,  ending  also,  of  necessity,  in 
the  cryohydric  |x>int. 

Mechanism  of  Freezing  Mixtures.  We  mix  salt  and  finely 
p^)wdcred  ice  or  snow.  If  any  liquid  water  is  present  salt  dissolves 
in  it.  If  we  mix  the  solids  below  o'^,  water  vapor  comes  from  the 
s^^lid  ice  and  this  gas,  not  being  in  equilibrium  with  solid  salt,  con- 
denses on  the  salt  surface  and  we  get  salt  solution.  This  concen- 
trated salt  solution  is  in  contact  with  ice.  The  only  conditions  imder 
which  we  can  have  this  system  in  equilibrium  are  included  in  the 
curve  FC. 

Heat  of  Fusion  of  Ice  the  Source  of  Cooling.  The  curve  shows 
that  at  o'*  we  can  have  no  salt  at  all  in  solution,  therefore  some  ice 
must  melt  to  increase  the  dilution.  In  order  to  melt  it  must  take 
up  energy  in  the  form  of  heat.    If  the  system  is  insulated  from  the 

•  W.  McycrhofTcr  and  A.  P.  Saunders,  Zeitschr.  f.  phys.  Chem.,  28,  461  (1899). 
t  W.  Mcyerhoffcr.    I^ndoU,  Bomstein,  and  Meycrhoffer,  "  Tabcllen,"  third 
edition,  p.  556. 
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surroundings  it  must  get  the  heat  at  the  expense  of  its  own  internal 
energy,  therefore  it  cools  itself  oflf. 

Three  Possibilities.  This  additional  water  will  dissolve  more 
salt  and  the  equiUbrium  is  again  upset,  more  ice  is  forced  to  melt,  and 
the  cooling  goes  further.  This  continues  imtil  one  of  three  things 
happens.  Either  all  the  salt  is  dissolved  and  we  reach  equilibriiun 
somewhere  on  curve  FC,  or  all  ice  melts  and  we  reach  equilibriiun 
somewhere  on  curve  AC,  or  the  cryohydric  temperature  and  condi- 
tions are  reached  and  no  more  cooling  can  occur  for  no  more  ice  will 
melt.  Thus  we  see  the  cryohydric  temperature  is  very  significant  for 
a  freezing  mixture  giving  as  it  does  the  lowest  temperature  attain- 
able under  the  most  advantageous  conditions  with  that  combination. 

Whether  or  not  this  lowest  temperature  for  a  given  freezing  mixture 
is  actually  obtained  depends  upon  a  variety  of  circumstances,  largely 
upon  how  perfectly  the  system  is  insulated  from  the  surroimdings, 
and  of  course  upon  the  quantity  of  the  substances.  The  quantity  of 
heat  absorbed  is  determined  by  the  heat  of  liquefaction  of  the  ice 
melted.  If  this  absorption  is  enough  to  reduce  the  temperature  of 
the  system  from  its  initial  temperature,  whatever  that  may  be,  to 
the  cryohydric  point,  in  spite  of  losses  by  radiation  and  by  simul- 
taneous cooling  of  containing  vessels,  it  will  do  so,  otherwise  not. 

It  is  also  clear  that  the  most  economical  use  of  the  substances  is 
realized  when  they  are  mixed  in  the  proportions  of  their  cryohydrate. 
If  the  cryohydric  temperature  is  reached  and  an  excess  of  either 
substance  remains,  that  excess  is  wasted. 

Other  Freezing  Mixtures.  The  compositions  and  melting  points 
of  cryohydrates  with  most  of  the  more  commonly  met  salts,  adds, 
and  alkalies  have  been  determined,  and  may  be  found  in  Landolt, 
Bornstein,  and  Meyerhoffer's  "Tabellen."  Not  many,  however,  are 
actually  utilized  for  freezing  mixtures  as  cooling  can  be  produced 
more  conveniently  and  economically  in  other  ways.  The  cryohy- 
drate consisting  of  an  intimate  mixture  of  crystals  of  CaCb .  6  HjO  and 
ice  which  separates  out  from  a  solution  containing  42.5  g.  anhydrous 
CaCb  per  100  g.  water,  at  —55°  has  often  been  used.  Several  cryo- 
hydrates are  known  in  the  system  of  which  SOs  and  HjO  may  be 
considered  as  the  two  components,  and  a  mixture  of  about  equal 
weights  of  H2SO4  and  ice  is  a  convenient  means  of  obtaining  a  tem- 
perature of  about  —37°. 

Solubilities  of  Ferric  Chloride  Hydrates.*    It  is  desirable  to 

•  H.  W.  B.  Roozeboom,  Zeitschr.  /.  phys,  Ckem,,  xo,  477-503  (1893). 
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iHn)siiior  one  more  set  of  solubility  curves  whidi  bring  out  several  in- 
trrv'>iii\>;  )HMnts  not  shown  on  the  sodium  sulphate  diagram.  Figure 
01  ioi\(ains  iho  solubility  cun^es  of  ferric  chloride  and  ot  fourhy- 
tiratrs  \\\  \\\v  s;uno  substance. 

.1/t  is  ;\  tnv/Jn>;-)x>int  cur\x  giving  the  conditions  for  equilibrium 
botwrcii  st^lutions  of  forric  chloride  and  ice.  £  is  a  cryohydric  point 
(at       >5''\  tho  cryohydrate  consisting  of  ice  and   ferric  chloride 
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Fig.  bi. 


dodccahydrato  {W^CU .  V2  \\J0).  BCD  is  the  solubility  curve  of  the 
doilecahvdratc.  Tho  curve  turns  at  C,  a  temperature  of  37®.  At  C 
tho  solution  has  tho  s;inio  (H'rcontago  composition  as  the  solid  phase 
aiul  at  this  )Hunt  tho  wholo  solution  will  solidify  at  a  constant  temper- 
aturo;  in  othor  wonls.  this  is  tho  molting  jwint  of  the  dodecahydrate. 

Two  Saturated  Solutions.  Kroct  a  perpendicular  correqx>nding 
to  ^^0"  ami  it  ruts  tho  our>o  HCP  twice.  We  have  two  solubilities, 
two  s;i(urato(l  solutions  in  iH|uilil)rium  with  one  and  the  same  solid. 

Wo  may  oxplain  this  rathor  pivuliar  phenomenon  as  follows:  Con- 
sider tho  diHlooahydrate.  IV«CI« .  12  HjO  as  a  pure  substance  in  which 
other  suhstanees  may  be  dissolved.  Its  melting  point,  or  freezing 
point,  is  .^7'\  indioatod  by  iK)int  ('  on  the  diagram.  If  we  add  a 
foreign  suhstame  to  any  solvent  whatsoever  we  lower  its  melting 
point.  Froiii  ('  tt)  P  wo  have  more  FeaCU  in  the  solution  than  cor- 
res|K)n(ls  to  the  dodeoahydrato.  This  excess  FeiCU  may  be  con- 
sideri*d  as  a  foreij^n  substance  dissohod  in  a  pure  solvent  and,  of 
course,  the  freezing  j)oint  of  this  i>ure  solvent  is  lowered,  as  shown  by 
the  curve  CD.  Points  on  tho  curvo  below  C  toward  B  correspond  to 
more  water  in  the  liijuid  phase  than  is  in  the  dodecahydrate.  We 
may  consider  water  as  the  foreij^n  substance  dissolved  in  the  pure 
solvent  Fe;jClr}.12H2()  and  the  i>resencc  ot  this  foreign  substance, 
this  water,  lowers  the  freezing  point  of  the  solvent. 
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We  have  a  precisely  similar  state  of  affairs  at  the  points,  E,  G,  and 
/,  each  of  which  corresponds  to  the  melting  point  of  a  pure  hydrate, 
E  to  the  melting  point  of  the  heptahydrate,  G  to  the  melting  point 
of  the  pentahydrate,  /  to  the  melting  point  of  the  tetrahydrate.  In 
each  instance  the  curve  turns  in  such  a  way  that  at  a  temperature 
sUghtly  below  these  melting  points  we  have  two  solubilities.  The 
above  explanation  applies  to  all  of  these  curves. 

Transition  Points.  At  the  point  D  (temperature  27.4°)  a  new 
hydrate  with  7  H2O  appears  in  the  solid  phase.  D  is  then  a  tran- 
sition point.  DEF  is  the  solubility  curve  for  this  heptahydrate. 
At  F,  a  second  transition  point,  the  pentahydrate  appears  in  the  solid 
phase,  and  FGH  is  its  solubility  curve.  At  ZT,  a  third  transition  point, 
the  tetrahydrate  appears  and  HIK  is  its  solubility  ciurve.  At  K,  the 
fourth  transition  point,  we  have  the  anhydrous  salt  forming  in  the 
solid  phase  and  KL  is  its  solubility  curve. 

Cryohydric  Points.  At  the  cryohydric  point  B  the  whole  system 
will  solidify  to  a  mechanical  mixture  of  the  dodecahydrate  and  ice. 
D  is  also  a  cryohydric  point,  where  the  whole  system  may  solidify  to  a 
mechanical  mixture  of  the  heptahydrate  and  the  dodecahydrate.  A 
third  cryohydric  point  at  F  corresponds  to  the  conditions  under  which 
the  whole  may  solidify  to  a  mechanical  mixtiure  of  the  hepta-  and 
pentahydrates.  ZT  is  a  fourth  and  refers  to  the  penta-  and  tetra- 
hydrates,  and  fifth  and  last,  K  is  the  cryohydric  point  for  the  tet- 
rahydrate and  anhydrous  salt. 

Metastable  Cryohydrate.  It  is  possible,  by  working  carefully, 
to  pass  along  the  curve  CDN  and  also  along  the  curve  FM  imtil  these 
two  curves  intersect  at  the  point  S,  Those  portions  of  the  ciu^es 
represented  by  dotted  lines  in  the  diagram  correspond  to  metastable 
conditions.  The  point  5  is  obviously  a  cryohydric  point.  It  is  a 
metastable  cryohydrate  which  forms  here  as  a  mechanical  mixtiure  of 
the  dodecahydrate  and  the  pentahydrate. 

Eutectic  Mixtures.  The  melting  point  of  bismuth  is  lowered  by 
the  presence  of  tin  and  the  melting  point  of  tin  is  lowered  by  the 
presence  of  bismuth.  If  we  determine  the  melting  points  and  plot 
them  on  the  ordinate  against  percentage  composition  on  the  abscissa, 
as  shown  in  Fig.  62,  we  see  the  two  curves  must  cut  each  other.  The 
intersection  must  correspond  to  a  mixture  with  the  lowest  possible 
melting  point.  Guthrie*  found  the  mixture  containing  46.1  per  cent 
Bi  and  53.9  per  cent  Sn  possessed  such  a  minimum  melting  point 

•  Phil.  Mag.  (s),  17,  462  (1884). 
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at  133^.    This  mixture  has  a  definite  and  constant  rndting  point  at 
this  temperature  as  if  it  were  a  pure  substance,  but  it  is  not.     It  is 

an  intimate  mixture, 
a  conglomerate  of  fine 
crystals  which  may 
be  distinguished  by 
23lf5  meansofamicroscc^. 
Guthrie  called  this 
mixture  with  a  mini- 
mum, constant  rndt- 
ing point  a  eutectic 
mixture. 

He  found  several 
others,  for  instance: 
55.58  per  cent  Bi  and 
4442  per  cent  Pb  is 


iod:%Bi 

0%Sn. 


4e.i%Bt. 

5d.0%Sn. 


0%Bi. 
IOO.%Sn. 


Fig.  62. 


a  eutectic  mixture  melting  at  122.7°;  59.19  per  cent  Bi  and  40.81  per 
cent  Cd  is  another  melting  at  144°. 

He  found  he  could  still  further  lower  the  melting  point  by  adding 
a  third  metal  and  a  fourth.  He  prepared  a  eutectic  mixture  con- 
taining 47.45  per  cent  Bi,  19.39  per  cent  Pb,  13.31  per  cent  Cd,  and 
20  per  cent  Sn  which  melted  at  71°. 

Eutectic  mixtures  have  since  been  determined  for  a  great  variety  of 
other  metals  and  salts  and  it  would  be  interesting  to  deal  with  some 
of  these  in  detail  and  indicate  how  we  may  have  two  or  more  eutectic 
mixtures  with  one  pair  of  substances,  etc.,  if  space  permitted.* 

Eutectic  mixtures  are  in  principle  the  same  as  cryohydrates,  indeed 
we  may  say  cr>-ohydrate  is  the  name  we  give  to  a  eutectic  mixture 
when  one  of  the  comix)ncnts  is  water. 

Distribution  or  Partition  Coefficient.  Bromine  is  slightly  soluble 
in  water  and  much  more  soluble  in  carbon  disulphide,  while  water 
and  carbon  disulphide  are  practically  insoluble  in  each  other.  Let 
Ci  be  the  concentration  of  a  saturated  solution  of  bromine  in  water 
and  d  the  concentration  of  a  saturated  solution  of  bromine  in  carbon 
disulphide.  Now  suppose  we  ha\'e  both  water  and  carbon  disulphide 
in  one  vessel  and  add  some  bromine.  We  have  found  by  experiment 
that  the  bromine  will  distribute  itself  between  the  two  solvents  in 

the  ratio  jr\  that  is,  the  concentration  of  the  bromine  in  the  water 

•  Sec,  for  instance,  Hcycock  and  NcvUle,  Pkii  Trans.  1S9  .\,  pp.  25-69.     1897. 


THE  PROCESS  OF  SOLUTION  AND  PRECIPITATION       35 1 

phase  wUl  be  to  the  concentration  of  the  bromine  in  the  carbon  di- 
sulphide  .phase  as  the  solubilities  of  the  bromine  in  these  two  phases. 
The  distribution  of  a  solute  is  found  to  take  place  in  this  way  no  matter 
what  the  particular  actual  concentrations  may  be.  This  has  been 
proved  to  hold  for  a  large  number  of  instances  and  this  ratio  is  called 
the  distribution  or  partition  coefl&dent.  It  varies  with  the  temper- 
ature, of  course,  because  the  individual  solubilities  vary  with  the 
temperature. 

This  law  holds  only  if  the  solute  is  in  the  same  molecular  condition 
in  both  solvents.  If  dissociation  or  association  occurs  in  either  solvent 
it  does  not.  It  could  not  be  expected  to  hold,  for  upon  dissociation 
or  association  we  cease  to  have  the  original  substance  and  have  a 
new  substance  or  new  substances.  For  instance,  the  law  does  not 
hold  for  the  distribution  of  benzoic  add  between  water  and  benzene. 
We  have  reason  to  believe  that  benzoic  acid  in  benzene  consists  of 
"  double  molecules." 

Extraction  in  One  Step.  We  have  here  the  imderlying  prindple 
of  the  much  used  process  of  extraction. 

Suppose  our  two  solvents  to  be  water  and  benzene,  and  that  100  g. 
of  a  substance  twice  as  soluble  in  benzene  as  in  water  is  dissolved  in 
1000  cm'  of  water.  Shake  this  up  with  1000  cm'  of  benzene.  The 
solute  will  distribute  itself  between  the  solvents  until  its  concentra- 
tion in  benzene  is  double  its  concentration  in  water.  The  benzene  will 
then  extract  66.6  g.  of  the  substance  and  33.3  g.  will  be  left  in  the 
water.  By  this  one  shaking  up  we  have  thus  extracted  66  per  cent 
of  the  substance. 

Extraction  in  Two  Steps.  Now  suppose  we  have  the  same  quan- 
tity of  the  same  solution  and  shake  it  up  with  only  500  cm*  of 
benzene.  The  proportions  between  the  concentrations  will  be  the 
same  as  before,  of  course.  Then  this  500  cm'  of  benzene  will  take 
out  just  half  the  substance  from  the  water  and  leave  half  behind. 
Separate,  and  shake  the  remaining  water  solution  with  500  cm'  of 
fresh  benzene  and  this  second  operation  extracts  half  of  what  is 
present,  as  before.  The  total  amoimt  extracted  from  the  water  by 
these  two  shakings  is  thus  75  per  cent  of  the  original  amount.  We 
thus  see  that  it  is  decidedly  advantageous  to  use  a  given  quantity  of 
extracting  material  in  successive  small  portions  rather  than  all  at 
once. 

It  will  be  recognized  that  the  applications  of  these  prindples  are 
numerous  and  important. 


CHAPTER  XXV 
VELOCrriRS  of  chemical  SBACnOHS 

Giemical  Kinetics  and  Chemical  Statics.    The  study  at  the 

mechanism  of  chemical  reactions  is  often  called  chemical  mechanics. 
It  may  be  dixided  into  t^'o  parts,  chemical  kinetics  or  dynamicSy  that 
is,  the  study  of  the  rates  or  \'elodties  of  reacti<Mis,  and  chemicil 
statics,  or  the  study  of  conditions  when  the  reactions  have  proceeded 
to  the  point  where  equilibrium  is  reached.  We  shall  consider  some  of 
the  fundamental  facts  and  theories  of  the  first  topic  in  this  chapter 
and  of  the  second  topic  in  the  next 

A  brief  historical  sketch  of  the  de\'elopment  of  the  subject  served 
as  an  introduction  to  Chapter  M  and  that  occasion  was  taken  to  le- 
\iew  the  definitions  of  certain  terms,  doubtless  familiar  from  previous 
courses.  It  may  be  as  well  to  repeat  that  we  owe  the  con€q>tion  of 
the  velocity  of  reaction  to  Wenzel  (1777),  and  the  conceptions  of 
reversible  reactions  and  equilibrium,  as  well  as  the  first  announce^ 
ment  of  the  law  of  mass  action,  to  BerthoUet  (1801). 

Heterogeneous  and  Homogeneous  Systems.  Chemical  reac- 
tions may  occur  between  different  phases,  when  of  course  the  seat 
of  actix-ity  is  the  surface  common  to  two  phases.  Such  systems  are 
called  heterogeneous,  and,  as  has  been  brought  out,  Gibbs'  phase  law 
is  our  most  fundamental  and  useful  generalization  and  guide  in  their 
study.  Chemical  reactions  may  also  occur  within  one  phase  as,  for 
instance,  reactions  between  dissolved  substances.  Such  a  system  is 
called  homogeneous  and  Gibbs'  phase  law  tells  us  nothing  at  all  as 
to  either  occurrences  or  equilibrium  conditions  in  homogeneous 
systems^  In  these  cases  the  law  of  mass  action  is  our  most  funda- 
mental and  useful  generalization. 

Law  of  Mass  Action.  As  this  law,  in  some  of  its  applications  at 
least,  is  familiar  to  all  students  before  they  reach  this  point  in  their 
studies,  it  is  permissible  to  depart  from  our  rule  and  state  the  gen- 
eralization before  examining  the  experimental  facts  in  detail.  The 
law  of  mass  action  as  acce[)ted  to-day  may  be  expressed  as  follows: 
Temperature  being  held  constant,  the  velocity  of  a  chemical 
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tion  is  directly  proportional  to  the  product  of  the  concentrations  of 
the  reacting  substances. 

Experimental  Difficulty.  Though  entirely  dear  in  his  own  mind 
regarding  the  above  principles,  BerthoUet  was  unable  to  verify  them 
experimentally,  and  this  necessary  step  was  taken  by  others  much 
later.  The  problem  is  not  an  easy  one,  for  it  is  necessary  to  deter- 
mine the  concentrations  of  reacting  substances  while  they  are  react- 
ing, to  obtain,  as  it  were,  instantaneous  photographs  of  continuously 
altering  concentrations. 

Inversion  of  Sugar.  The  first  solution  we  owe  to  the  ingenuity 
of  L.  Wilhelmy  (i8i  2-1864),  who,  in  1850,  published  his  experimental 
investigation  upon  the  rate  at  which  cane  sugar,  in  water  solution,  is 
converted  to  dextrose  and  laevulose  by  the  catalytic  action  of  adds 
according  to  the  reaction,  C12H22OU  +  H2O  =  2  C6H12O6.* 

Cane  sugar  rotates  the  plane  of  polarized  light  to  the  right;  the 
mixture  of  dextrose  and  laevulose  rotates  it  to  the  left.  Wilhelmy 
caused  this  reaction  to  proceed  in  a  polariscope  holding  the  tempera- 
ture constant,  and  observed  the  progress  of  the  reaction  in  terms  of 
degrees  through  which  the  plane  of  polarized  light  was  rotated  after 
the  lapse  of  definite  time  intervals. 

Formulation.  If  dx  represents  the  small  amount  of  cane  sugar 
which  disappears  in  the  small  time  interval  rf/,  the  velodty  of  the  re- 
action is  -TT-    Wilhelmy  recognized  that  the  amount  reacting  per 

unit  time  is  proportional  to  the  amount  present  (concentration)  at 
that  time;  in  other  words,  he  knew  and  used  the  law  of  mass  action. 
If  A  represents  the  amount  of  cane  sugar  present  at  the  outset  and 
X  represents  the  amount  which  has  disappeared  after  the  lapse  of 
time  /,  then  A  —  x  represents  the  concentration  at  the  end  of  time  /, 

and  the  velodty  -jr  is  proportional  to  ^4  —  x. 

The  Velocity  Constant.  The  velodty  is  proportional  to,  not  equal 
to,  the  concentration.  In  order  to  use  the  equality  sign  we  must 
introduce  a  proportionality  factor,  ky  called  the  velodty  constant,  and 

then  we  may  write,  -T'  =  k(A  —  x). 

Integration  of  this  equation  gives,  -'  IniA  —  x)  =  kt  +  constant. 
The  integration  constant  may  be  eliminated  as  follows:    When  no 

*  Pogg.  Anna!.,  81,  4i3-433i  499-526  (1850).  Also  reprinted  in  Ostwald's 
"  Klassiker  der  ezakten  Wissenschaften/'  No.  29. 
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time  has  elapsed,  /  =  o,  and  no  substance  has  reacted,  so  x  ==  a 
Substituting  we  have  —InA  =  constant,  therefore 

'-ln{A-x)  =  ki'-lnA  or  kt  =  lnA- In  (A- x),  or  ife=-/n— ^• 

/      A—x 

Briggs'  logarithms  multiplied  by  2.3025  give   natural   logarithms. 

I                     A 
therefore  we  may  write,  k=  -  2.3025  log-^j -_.    This  constant  factor 


A 


r^^'^'^'A-x' 

2.3025  may  be  included  in  k  and  we  may  write,  k  =  -  log — ^— 

/        A  —  X 
We  arc  not  as  a  rule  particularly  interested  in  the  actual  numerical 

value  of  kf  but  we  are  very  much  interested  in  its  constancy  or  lad 
of  constancy.  If  it  is  constant,  when  the  values  for  /,  A,  and  x  ait 
varied  through  a  wide  range,  it  is  strong  evidence  that  the  reasoning 
by  which  we  reached  the  formula  is  correct. 

In  one  of  his  experiments  Wilhelmy  found  46.75°  right  rotation  at 
the  hoKJnning,  and  after  waiting  until  the  inversion  was  practically 
conipU'tc  found  18.70°  left  rotation.  The  total  change,  measured  in 
trrins  of  angle  of  rotation  was  then  46.75°  +  18.70°  or  65^5**,  and  as 
this  rotation  is  directly  proportional  to  the  amount  of  cane  sugar 
present,  it  may  be  used  as  well  as  grams  or  any  other  xmit  as  a  meas- 
ure of  the  concentration  of  the  sugar,  and  may  be  inserted  in  the 
(vjuation  as  the  value  A,  The  change  in  the  angle  is  a  measure  of 
the  sii^ar  inverted.  For  instance,  at  the  expiration  of  45  minutes  he 
observed  a  rotation  of  38.25°,  and  so  46.75°  —  38.25°  =  8.5®  is  the 
measure  of  the  change  or  .v.     Substituting  in  the  formula  we  have: 

.        I  ,  6^.45 

The  following  table  gives  actual  experimental  values  obtained  bv 
Wilhelmy  and  the  corresponding  velocity  constants.* 


/  in  minutes. 

[ 
AngK'  rutntion.  ' 

k  "  -  loR-j 

46.75 

/        A  —s 

0 

45 

0.001344 

yo 

30  75        ! 

0.001352 

150 

22.00       1 

0.001321 

210 

15-00       1 

0.001371 

270 

8-^5 

0.001425 

390 

1       -I   75 

0.001499 

Sio 

i       -700 

0.001463 

630 

—  10.80     ; 

—  18.70     1 

0.001386 

*  The  values  in  this  tuhle  were  taken  from  Ostwald,  **Lehrbuch  der  Allgemeuien 
Chemie,"  Vol.  II  (2),  p.  202. 
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Though  the  values  of  /,  ^4,  and  x  vary  greatly,  the  values  for  k  are  in 
fact  nearly  constant,  and  so  our  reasoning  is,  in  all  probability,  correct. 

Reactions  of  the  First  Order.  This  formulation  applies  wherever 
the  concentration  of  only  one  substance  alters  in  the  course  of  the 
reaction.  All  "  one-substance  "  reactions  are  called  reactions  of  the 
first  order,  or  unimolecular  (sometimes  monomolecular)  reactions.  It 
is  true  that  in  our  example  two  substances  interacted,  cane  sugar 
and  water,  but  the  quantity  of  water  disappearing  was  negligible 
as  compared  to  the  large  amount  present,  for  the  experiment  was 
carried  out  in  water  solution.  The  concentration  of  the  water  was 
practically  constant  and  that  of  the  sugar  was  the  only  concentra- 
tion changing. 

Though  Wenzel,  BerthoUet,  and  Wilhelmy  surely  knew  the  law  of 
mass  action  and  Wilhelmy  developed  the  formula  we  have  just  been 
considering,  C.  M.  Guldberg  and  P.  Waage  first  systematized  the 
subject  and  made  clear  the  universality  of  the  law,  in  1864.* 

We  cannot  spare  the  time  to  follow  the  somewhat  involved  histori- 
cal sequence  of  ideas  and  experiments  but  shall  proceed  according  to 
the  methodical  classification  now  in  use. 

Other  Unimolecular  Reactions.  Many  other  reactions  have 
been  measured  and  have  been  found  to  run  according  to  the  formula- 
tion developed  by  Wilhelmy  for  the  inversion  of  sugar.  For  instance, 
the  action  of  light  on  a  solution  of  chlorine  in  water  giving  hydro- 
chloric add  and  free  oxygen,  the  reduction  of  potassium  perman- 
ganate by  a  large  excess  of  oxalic  acid,  the  reduction  of  hydrogen 
peroxide  according  to  the  reaction  H2O2  +  2  HI  =  2  H2O  +  21, 
the  saponification  of  methyl  acetate  according  to  the  reaction 
C2H302CH8  +  H2O  =  CH3OH  -f-  C2H3O2H,  the  conversion  of  dibrom- 
succinic  acid  into  bromfumaric  acid  and  hydrobromic  acid,  which 
occurs  according  to  the  reaction  C4H404Br2  =  C4H804Br  +  HBr 
upon  boiling  a  water  solution,  have  all  been  sho^n  to  run  according  to 
that  formulation,  and  are  therefore  to  be  called  reactions  of  the  first 
order,  or  unimolecular. 

The  Progress  of  Unimolecular  Reactions.  The  formula  being 
logarithmic  we  see  that  theoretically  at  least  the  reaction  will  never 

*  A  paper  in  Norwegian,  presented  at  Christiania  in  1864.  *'£tudes  sur  les 
affinit^s  chimiques"  (1867),  and  Jour,  prakt.  Chem.  (2),  19,  69-114  (1879).  These 
papers  are  all  reprinted  in  Ostwald's  "Klassiker  der  exakten  Wissenschaften," 
No.  104.  Another  book  which  had  much  influence  upon  the  development  of 
the  subject  is  "Etudes  de  dynamique  chimique,"  by  J.  H.  van't  Hoff  (1884). 
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reach  a.-:  end.  but  xlII  a&orj&ch  a  Izzzdt  dower  and  dower.  Bet  fcf 
all  pra/iticaL  purpci^es  xe  niay  ccG:adjer  it  at  an  end  vheex  C.99Q  oc  ibe 
^jrizLzju  ^.'".our.:  h^:  diaaooeared.  and  ve  can  ralrnlarr  the  time  aetati 

The  er;  ui*-;  ..1  k  =  -In  -r^ is  the  same  as  04343  ^  =  lOB  -r- 

\Vhtri,  h^lf  o:  '.he  orl2:r.a.I  aniount  has  disappeared  x  =  ~  .    Substi- 

tute  iblz  vn'/jLt  iizA  -^e  hive,  0^343  ifc/  =  log  2  » 0.3010.  When  0.999 
of  the  fjTiir.r^l  amount  ha^  disappeared  x  =  0.999 .4.  Substitute  this 
value  sltA  v.e  ha.ve,  0.4545  kt  =  log  1000  =  3-  Thus  the  time  le^ 
quired  for  c.y;>o  ^^^  ^^0'  original  quantity  to  react  is  ten  times  the  time 
re/'juired  for  half  to  react. 
Notice  also  that  the  numerical  value  of  ifc  is  the  same  whate%'er  the 

uriits  v.e  eiTipiOy  to  measure  quantities.         "_^    is  a  ratio  and  so 

A  X 

log  —^^—-  has  the  same  value  if  we  express  A  and  x  in  grams  or  mil- 

lierams,  in  molecular  weights,  degrees  and  minutes  tsi  rotation  of  the 

plane  of  polarized  light,  or  in  any  other  units  whate\"er. 

Theory.     We  do  not  know  what  causes  a  chemical  reaction  to 

occur,  hut  apphing  our  molecular  theory'  we  may  imagine  conditions 

something  a=  follov.s:   Suppose  we  have  a  unimolecular  reaction  and 

1000  molecules  present  to  begin  with.    Suppose  one  molecule  in  ten 

reacts  in  one  minute.     Then  100  will  react  during  the  first  minute 

and  000  will  be  left.     Ninety  will  react  during  the  second  minute. 

Ua\'ing  Sio.     Eighty-one  will  react  during  the  third  minute,  and  so 

on.    The  number  reacting  is  directly  proportional  to  the  number 

present.     This  is  merely  a  special  and  simple  illustration  of  the  law 

of  mass  action.     If  Ci  represents  the  concentration  at  any  time,  we 

th 
may  write,  -:-  =  kC  »  and  this  is  the  same  as  the  formulation  we  have 
dl 

l)een  using,  for  Ci  is  the  same  as  .1  —  .r. 

Reactions  of  the  Second  Order.  Now  suppose  the  reaction  is 
between  two  substances  an<l  that  the  concentration  of  each  diminishes 
.'i|)prr(iably.  \  molecule  of  the  first  substance  must  come  in  contact 
willi  a  molecule  of  the  second  before  they  react.  We  cannot  say  that 
at  rin'h  contact  n-action  occurs;  there  may  be  a  vast  number  of  con- 
lac!  s  and  only  oiu*  out  of  a  hunflrcd.  or  one  out  of  a  thousand,  may 
\}v  of  jus!  th<*  right  character  to  result  in  a  reaction.     However  the 
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mechanism  may  be  imagined,  it  is  evident  that  doubling  the  con- 
centration of  the  first  substance,  while  the  concentration  of  the  second 
remains  the  same,  doubles  the  contacts  per  unit  time,  and  doubles 
the  juxtapositions  suitable  for  the  reaction  to  occur,  tl^at  is,  it  must 
double  the  velocity  of  the  reaction.  On  the  other  hand,  doubling 
the  concentration  of  the  second  substance  while  the  concentration  of 
the  first  remains  the  same  must  double  the  velocity.  If  we  double 
both  concentrations  we  must  then  have  four  times  as  many  suitable 
contacts  per  unit  time.  If  we  treble  both  concentrations  we  must 
have  nine  times  as  many  contacts  per  imit  time.  These  are  very 
simple  applications  of  the  theory  of  chances,  and  they  show  that  the 
velocity  of  the  reaction  must  vary  as  the  product  of  the  concentra- 
tions of  the  reacting  substances. 

Formulation.  If  we  represent  the  concentrations  by  Ci  and  Cs 
we  may  formulate  the  velocity  of  a  reaction  of  the  second  order,  or 

bimolecular  reaction,  as  -^  =  *  C1C2,  where  k  is  the  velocity  constant. 

Let  A  and  B  represent  the  quantities  of  the  two  interacting  sub- 
stances originally  present,  expressed  in  chemical  units,  in  gram-molec- 
ular weights.  Let  x  represent  the  number  of  gram-molecular  weights 
of  one  substance  which  has  gone  into  reaction  after  the  lapse  of  time 
L  X  must  then  also  express  the  number  of  gram-molecular  weights 
of  the  second  substance  which  has  entered  into  the  reaction  and 
also  the  nimiber  of  gram-molecular  weights  of  the  products  formed. 
Then  the  velocity  of  the  reaction  at  the  time  /  is  expressed  in  the 

equation,  -^  =  *  (^4  —  x)  (5  —  x). 

We  have  the  simplest  case  when  we  start  with  equimolecular 

dx 
quantities.    Then  A  ==  B  and  the  equation  becomes  -^j  =  A  (^4  —  x)* 

I        dx  I        I 

or  dt=  T  (J  _    va-    Integrating  we  get  /  =  7  -j-^ — h  constant. 

When  /  =  o,  X  =  o,  and  so  the  integration  constant  = ""  t-j  •     Sub- 

I  X 

stituting  this  value  and  simplif3ang  we  get,  *  =  -  -rri \  • 

t  A  (A  —  X) 

Experimental  Verification.     A  number  of  early  investigators 

found  experimental  values  demonstrating,  more  or  less  satisfactorily, 

the  applicability  of  this  formulation.    But  the  first  example  quite 

free  from  objections  was  furnished  by  R.  B.  Warder.*    He  saponified 

♦  Am.  Chem.  Jour.f 3, 340-351  (1882).    Ostwald,  "Lehrbuch,"  Vol.  II  (2),  p.  215. 
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ethyl  acetate  in  water  solution  with  an  equivalent  quantity  of  sodium 
hydroxide.  At  the  expiration  of  measured  times  he  ran  a  definite 
volume  of  his  reacting  solution  into  an  excess  of  add  and  titrated 
back,  thus  determining  the  concentration  of  the  sodium  hydroxide 
left  at  those  times.    He  obtained  the  following  values: 


t  in  minutes. 

X 

Ak 

5 
15 
25 

5-76 

9.87 

11.68 

O.I13 
0.107 
0.108 

35 
55 

12.59 
13  69 

0.106 
0.108 

120 

14.90 

0.II3 

The  value  -1^  is  satisfactorily  constant  and  as  A^  the  original 
amount,  is  of  course  constant,  this  proves  that  k  is  constant  and  thus 
we  have  experimental  evidence  that  shows  our  reasoning  regarding 
bimolocuhir  reactions  is  probably  correct. 

We  mav  write  this  reaction: 

CH3COOC2H3  +  NaOH  =  CHjCOONa  +  CtEIjOH, 

or,  in  the  light  of  the  dissociation  theory  as, 

C'lInCOOColls  +  Xa  +  OH'  =  CH8C00'+  Na  +  CHsOH. 

In  this  latter  form  it  might  appear  as  though  three  substances  entered 
into  tlie  reaction,  but  it  will  be  observed  that  the  concentration  of 
the  sinliiini  ion  remains  constant  throughout.  It  may  then  be  omitted 
and  we  mav  rewrite  this  second  form  as, 

CII..(X)0C:Il5  +  OH'  =  CH3C00'+  CaHftOH, 

and  it  becomes  apparent  that  the  only  concentrations  which  alter  are 
those  of  the  ester  and  the  hydroxide  ion.  In  other  words  this  is  a 
typical  reaction  o(  the  second  order. 

Other  Bimolecular  Reactions.  Among  other  reactions  which 
have  been  studied  anil  proved  to  follow  the  formulation  for  reactions 
of  the  .•^ecoml  tmler  are:  the  action  of  acids  on  acetamide*  and  the 
actit)n  of  stxlium  hydro.xide  on  sodium  monochloracetate.f  If  A'  rep- 
resents the  acid  radical  anion  we  may  write  the  first  reaction, 

CHsCOXHo  +  .1'+  H*  +  H2O  =  XH;  +  A'  +  CH,C0,H. 

•  Ostwald,  Jour.  f.  prukt.  Cht-m.,  27,  1-30  (1883),  and  "Lchrbuch,"  Vol.  II. 

(2).  p.  215- 

t  van'l  I loff,  "Etudes  (le  Dynamiquc  Chimiquc."  p.  20,  and  Ostwald,  **Lchr- 
buch,"  Vol.  II,  (2),  p.  215. 
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The  reaction  is  carried  out  in  water  solution  and  so  the  concentra- 
tion of  the  water  does  not  alter  appreciably.  The  concentration  of 
the  acid  anion  clearly  remains  unaltered  and  the  only  concentrations 
which  alter  are  those  of  the  acetamide  and  the  hydrogen  cation.  It 
is  then  a  bimolecular  reaction  and  the  experimental  results  inserted 
in  the  formula  give  a  constant  value  for  k. 
We  write  the  second  reaction,  in  the  light  of  the  dissociation  theory, 

CH2CICOO'  +  Na  +  Na  +  OH'  =  CH2OHCOO'  +  Na  +  Na  +  CI'. 

The  concentration  of  the  sodium  ions  remains  constant.  The  con- 
centrations of  only  two  substances  vary,  and  this  too  is  a  bimolecu- 
lar reaction.  The  experimental  results  give  satisfactorily  constant 
values  for  k. 

General  Characteristic  of  Second-order  Reactions.  Attention 
was  called  to  the  fact  that  with  reactions  of  the  first  order  the  numer- 
ical value  of  the  velocity  constant  k  is  the  same,  no  matter  in  wliat 
units  we  express  the  concentrations.  This  is  not  true  for  reactions 
of  the  second  order.    Suppose  we  adopt  a  given  unit  and  insert  in 

I  X 

the  formula  *  =  7  -tJa \  ^^^  ^^^°  adopt  a  unit  one-half  as  large. 

a            2  X                         I           X 
The  values  become  *  =  7  — 7-7 — -. r>  or  ife  =  -  — ^-r-j r  and 

t   2A\^2  A  —  2X)  t  2A{A  —  x) 

obviously  the  numerical  value  of  k  is  one-half  what  it  was. 

Again,  it  was  shown  that  with  a  monomolecular  reaction  the  time 
required  for  a  given  fraction,  say  one-half,  of  any  original  amount  to 
enter  into  reaction  was  always  the  same  no  matter  what  the  original 
amount  might  -be.  This  is  not  true  for  bimolecular  reactions.  Con- 
sider the  condition  when  half  has  reacted.    Then  :*;  =  —    Substitut- 

2 

ing  in  the  formula,  we  have, 

A 

k  =  -.—. rr  or   k  = -^    or   t  =  ^. 


'^(-t) 


In  words,  the  time  required  for  a  given  fraction  to  enter  into  reaction 

is  inversely  proportional  to  the  original  amount.    Double  the  original 

concentrations  and  the  reaction  will  be  half  over  in  half  the  time. 

When  Original  Amounts  Are  not  Equivalent.     In  case  the  two 

substances  are  not  present  in  equivalent  quantities  we  must  integrate 

dx 
the  expression  -^^  k  {A  —  x)  {B  —  x)  as  it  stands.     This  gives  a 
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much  more  complicated  formula  which  will  be  omitted.    Suffice  it  to 

say  that  experimental  verification  of  the  formula  has  been  obtained. 

Reactions  of  the  Third  Order.    If,  according  to  the  equation, 

three  different  molecules  must  meet  in  order  that  the  reaction  shall 

dx 
occur,  the  same  reasoning  gives  the  formula  -jr  =  kCiC^z  where  Ci, 

C2,  and  Cs  are  the  three  concentrations  which  vary  in  the  course  of 

the  reaction. 

Formulation.    If  ^4,  ^,  and  C  are  the  original  quantities  and  x 

the  amount  of  each  expressed  in  chemical  units,  which  has  entered 

dx 
into  reaction  at  the  time  /,  then  -j-  ^  k{A  —  x)  (B  —  x)  (C  —  x). 

at 

The  simplest  case  is  when  we  begin  with  equivalent  quantities. 
Then  the  equation  becomes  -7-  =  k(A  —  x)'.    Integrating  and  elimi- 

I      X  I  2  A  """  Xi 

naiing  the  integration  constant  we  obtain,  *  =  t  — jm Ti' 

t  2A^{A  -'  xy 

The  first  reaction  proved  experimentally  to  follow  this  formula- 
tion is  that  between  ferric  chloride  and  stannous  chloride.*  We  may 
write  this  reaction,  2  FeCU  +  SnCU  =  2  FeCl2  +  SnCU  or,  better,  in 
the  light  of  the  dissociation  theory,  2Fe"4-Sn"  =  2Fe"H-Sn"'\ 
Two  ferric  ions  and  one  stannous  ion  must  meet  in  some  {)articular 
way  for  the  change  to  occur.  Thus  we  see  that  for  a  reaction  to  be 
of  the  third  order  it  is  not  necessary  that  the  three  molecules  should 
be  diflferent. 

The  following  table  gives  a  few  of  the  experimental  values.  The 
velocity  constant  as  calculated  by  the  formula  is  given  under  kt. 
The  velocity  constant  calculated  by  the  formula  for  a  reaction  of 
the  second  order  is  given  under  fe.  *a  is  satisfactorily  constant 
while  fe  is  not. 


t 

X 

A  -x 

k. 

k* 

I 

0.01434 

0.04816 

4.8 

88 

3 

0.02586 

0 . 03664 

38 

8z 

7 

0.03612 

0.02638 

31 

84 

II 

0.04102 

0.02148 

2.8 

87 

17 

0.04502 

0 . 01 748 

2.4 

89 

25 

0.04792 

0.01458 

2.1 

89 

40 

0 . 05058 

O.OII92 

17 

8S 

♦  A.  A.  Noyes,  ZeUsckr.f.  phys.  Chem.j  i6|  546-561  (1895). 
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Other  Reactions  of  the  Third  Order.  The  reaction  between 
potassium  chlorate  and  ferrous  chloride  in  add  solution,  and  between 
silver  acetate  and  sodium  formiate,  have  been  shown  to  conform  to 
the  formulation  for  the  third  order. 

In  General  Regarding  Third-order  Reactions.  Let  us  con- 
sider what  we  shall  have  when  a  reaction  of  the  third  order  has  nm 

A 
until  half  the  original  quantities  have  disappeared.    Then  x  =  —  • 

I        ^ 

Substituting  this  in  the  formula  and  simplifying  we  get,  k  =  7-^- 

This  shows  us  that  as  with  reactions  of  the  second  order,  the  numeri- 
cal value  of  k  is  dep)endent  on  the  units  we  use  to  express  our 
quantities. 

If  we  rewrite  the  equation  as  follows:  /  =  T-^we  see  that  the 

time  required  to  reach  the  stage  of  half  completion  is  inversely  pro- 
portional to  the  square  of  the  original  amount. 

Determining  the  Order  of  a  Reaction.  Of  course  the  first  step 
in  determining  the  order  of  a  reaction  is  to  calculate  the  constants  ac- 
cording to  the  formulations  for  the  different  orders.  Generally  only 
one  set  of  "  constants  "  shows  any  degree  of  constancy,  the  others 
showing  a  fairly  regular  increase  or  decrease.  If  the  most  constant 
set  of  values  for  k  is  obtained  with  the  formulation  for  the  third  order 
the  reaction  is  probably  of  that  order. 

Owing  to  the  experimental  difficulties  involved  in  catching  and  de- 
termining conditions,  on  the  fly  as  it  were,  sometimes  no  set  of  values 
for  k  shows  the  wished  for  constancy.  Moreover,  the  progress  of 
one  reaction  is  often  partly  concealed  by  the  occurrence  of  simulta- 
neous side,  or  secondary,  reactions.  We  can  sometimes  determine  the 
order  of  the  reaction  even  under  decidedly  adverse  conditions  of  this 
character  by  altering  the  initial  concentrations  and  determining  the 
time  required  to  reach  a  given  stage. 

We  saw  that  if  the  reaction  is  of  the  first  order  the  time  required  to 
reach  a  given  stage  is  not  altered  by  altering  the  original  concentra- 
tion. Suppose  one-half  of  some  original  amount  is  found  to  disappear 
in  10  minutes.  Repeat,  using  double  the  concentration.  One-half  of 
this  larger  amount  will  disappear  in  10  minutes. 

We  saw  that  if  the  reaction  is  of  the  second  order  the  time  required 
to  reach  a  given  stage  is  inversely  proportional  to  the  original  con- 
centration.   Suppose  one-half  of  some  original  amount  is  found  to 
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disappear  in  10  minutes.    Repeat,  using  double  the  concentntk& 
One-half  of  this  larger  amount  will  disappear  in  5  minutes. 

We  saw  that  if  the  reaction  is  of  the  third  order  the  time  require! 
to  reach  a  given  stage  is  inversely  proportional  to  the  square  of  the 
original  concentration.  Suppose  one-half  of  some  original  SJDOW^ 
is  found  to  disappear  in  10  minutes.  Repeat,  using  double  the  on- 
centration.  One-half  of  this  larger  amount  will  disappear  in  2.5 
minutes.  The  application  of  this  simple  reasoning  to  other  altera- 
tions of  concentrations,  which  may  be  experimentally  more  con- 
venient, is  sufficiently  ob\ious.  This  is  a  powerful  instrument  for 
determining  the  order  of  a  reaction  even  though  the  sets  of  constants 
are  decidedly  irregular. 

Reactions  of  Higher  Orders.  If  four  molecules  have  to  meet, 
and  four  concentrations  vary,  we  have  a  quadrimolecular  reaction,  or 
reaction  of  the  fourth  order.  Integration  leads  to  formulas  of  greater 
and  greater  complexity  and  they  will  be  omitted.  The  reaction  be- 
tween broniic  and  hydrobromic  adds  gi\Tlng  bromous  and  hypobro- 
mous  acids  has  been  shown  to  correspond  with  the  formulation  for  a 
fourth-order  reaction.*    We  may  write  the  reaction: 

2  H'  +  Br'  +  BrOa'  =  HBiO  +  HBrQ,. 

If  five  molecules  must  meet,  and  five  concentrations  vary,  we  call 
the  reaction  quinquiniolecular,  or  of  the  fifth  order.     The  reaction 

2  KI  +  2  KaFe  (CX)6  =  2  K^Fe  (CN)6  +  Ij 

has  l)een  shown  to  run  according  to  the  fifth-order  formulation.f 
1\)  make  clearer  how  this  may  be  we  write  the  reaction  in  the  light 
of  the  dissociation  theorv, 

2  Fc  (CX)6"'  +  3 1'  =  2  Fe  (CX)«""  +  V. 

General  Formulation.  We  may  sum  up  the  subject  in  one 
formula.     .Ml  equations  are  included  in  the  general  form, 

mA  +nB  +  pC  ,  ,  .   =qD  +  rE  +  sF  ,  .  , 

If  ("1,  C2,  and  Cs  .  .  .  represent  the  concentrations  of  the  substance 

dx 
whose  concentrations  var\'  we  have,  -  =  kCi'^CYCz^.  .  .  . 

According  to  our  molecular  theor>'  and  the  law  of  mass  action  the 

•  Judson  and  Walker,  Jour.  Chcm.  Soc,  73,  410-422  (1898). 
t  Donnan  and  Kossignol,  Trans.  Chcm.  Soc.,  831  703  (1903). 
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order  of  a  reaction  should  be  given  by  the  sum  of  the  exponents  in 
this  general  formulation. 

Most  Reactions  of  Low  Order.  As  a  matter  of  fact  reactions 
for  which  we  must  write  more  or  less  complicated  equations  are 
found  to  run  according  to  the  formulations  for  reactions  of  much 
lower  order.  For  instance,  if  we  apply  the  general  formulation  just 
given  to  the  following  reaction: 

6  FeS04  +  KCIO3  +  3  H2SO4  =  3  Fea  (804)3  +  KCl  +  3  HjO, 

dx 
we  shall  have,  -7-  =  kC^C£^z^  and  the  sum  of  the  exponents  is  10,  or 

the  reaction  is  of  the  tenth  order.  As  a  matter  of  fact  it  has  been 
demonstrated  by  A.  A.  Noyes  to  run  according  to  the  formulation  for 
a  third-order  reaction.  Rewriting  the  equation  in  the  light  of  the 
dissociation  theory  merely  increases  our  difficulties,  for  we  have, 

6Fe •  +  C108'+  6ir  =  6Fe  •  +  01'+  SHjO 

dx 
and  then  should  write  -j-  =  kCi^C^z^.    The  sum  of  the  exponents  is 

13,  or  it  is  a  reaction  of  the  thirteenth  order. 

Almost  all  reactions  run  according  to  the  first  or  second  order,  a 
very  few  according  to  the  third,  and  one  or  two  only  according  to  the 
fourth  and  fifth.  No  reaction  has  yet  been  found  running  accord- 
ing to  a  higher  order  than  the  fifth. 

Complex  Reactions  Probably  Sequences  of  Simpler  Reactions* 
Nemst  has  offered  a  plausible  explanation  for  these  discrepancies. 
As  the  number  of  molecules  which  must  meet  in  one  point  before  a 
given  reaction  can  occur  increases,  the  chances  for  such  juxtapositions 
become  rapidly  less.  The  chances  that  three  molecules  shall  meet  in 
a  point  are  very  much  fewer  than  that  two  shall  so  meet.  The  chances 
that  four  shall  meet  in  a  point  are  yet  fewer.  Consequently  any  re- 
action of  an  order  higher  than  the  second  or  third  must  be  very  slow 
indeed. 

When,  according  to  the  equation,  the  reaction  is  of  some  high 
order,  it  doubtless  occurs  in  steps.  It  reaches  the  end  by  a  series  of 
unimolecular  or  bimolecular  reactions  and  so  of  course  the  experi- 
mental results  fit  these  simpler  formulations. 

0.  Knoblauch  *  has  investigated  an  instance  of  this  sort.  Let  us 
represent  the  radical  of  a  dibasic  acid  by  /?".    Then  the  reaction  rep- 

*  ZeUschr.f,  phys,  Chem,,  a6,  96-108  (1898). 


364  THEORETICAL  AND  PHYSICAL  CHEMISTRY 

resenting  the  saponification  of  its  ethyl  ester  by  sodium  hydroxide  is 

the  following: 

R"  iCoHs)-  +  2NaOH  =  J^^Na*  +  2  CrfI»OH. 

Experimental  results  show  that  this  is  certainly  not  a  trimolecular 
reaction.     It  may  be  imagined  as  running  in  two  steps,  first, 

R"  {C,U,)2  +  NaOH  =  R"  (C^t)  Na  +  CJtUOH 

;uul  then  R"  iCcH,)Xa  +  XaOH  =  R"  Na*  +  CH^OH.  It  amounts 
then  to  two  bimolecular  reactions  occurring  one  after  the  other,  and 
the  cx]H*rimental  results  correspond  with  the  formulation  derived  on 
this  basis. 

Heterogeneous  Systems  and  the  Law  of  Mass  Action.  The 
law  of  mass  action  applies  also  to  heterogeneous  systems,  systems  in 
which  the  reacting  substances  are  in  different  phases.  The  quantity 
which  reacts  in  unit  time  is  ob\iously  and  necessarily  directly  pro- 
portional to  the  area  of  the  surface  of  contact. 

In  holcrogcnovHis  systems  the  products  of  the  reaction  are  apt  to 
separate  the  reacting;  substances  and  stop  the  reaction.  Its  continu- 
ation ilepeiuls  then  largely  upon  the  rate  at  which  the  products  are 
remo\eil.  The  velocity  of  a  reaction  between  a  solid  and  a  h'quid 
i>r  a  j;as  vlcpcnvls  then  in  great  measure  upon  the  rate  of  diffusion. 

Influence  of  Temperature  on  Velocity  of  Reaction.  At  room 
Ifinperalure  iho  oxidation  of  carbon  or  the  interaction  of  hydrogen 
and  o\\ gill  proci'cils  so  sKnvly  we  cannot  measure  the  velocity.  On 
the  i»tlu'r  haiul,  the  onlinary  reactions  of  qualitative  analysis,  which 
we  ha\e  nason  to  suppose  occur  between  ions  in  water  solution, 
iH'cur  so  lapiilly  we  cannot  even  estimate  their  velocity.  The  range 
then  is  iiionuous,  from  almost  zero  up  to  a  value  not  even  estimated. 
Mo>t  organic  reactions  are  slow  as,  for  instance,  the  growth  of  animals 
and  vegetables.  Hut  this  is  by  no  means  an  invariable  rule  for  our 
most  vioK-nt  explosives  are  organic  compounds  and  an  explosion  k 
merely  an  exceedingly  rapiil  reaction. 

VanU  IlolT  observed  that  the  velocity  of  a  reaction  is,  as  a  rule, 
abtuit  doubled  or  trebled  when  the  temperature  is  increased  lo**. 
There  are  st>me  reactions  whosi*  velocities  are  not  increased  quite  so 
much,  and  others  whose  velocities  are  rather  more  than  trebled  b)' 
this  increasi'  of  10".  Hut  we  may  say  the  teminrrature  coefficient  is 
of  this  order  of  magnitude  for  almost  all  reactions  which  have  been 
measured. 
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This  means  that  the  velocity  increases  in  geometric  progression 
while  the  temperature  increases  in  arithmetic  progression.  The  re- 
sult is  rather  surprising  when  first  considered.  Suppose  a  given  re- 
action has  a  velocity  of  one  at  0°.  Assume  a  doubling  for  10°,  then 
the  velocity  will  be  two  at  10°,  4  at  20°,  8  at  30°,  1028  at  100°,  and 
I  052  672  at  200°.  We  do  not  ordinarily  realize  how  vastly  we  can 
hasten  a  reaction  by  comparatively  small  elevations  of  the  tempera- 
ture. 

Why  the  velocity  should  increase  so  rapidly  with  the  temp)erature 
is  one  of  the  most  interesting  of  unanswered  questions.  According  to 
the  kinetic  molecular  theory,  the  square  of  the  velocity  of  gaseous 
molecules  varies  directly  as  the  absolute  temp)erature.  Thus  an  in- 
increase  of  10°,  from  273  to  283  absolute,  will  increase  their  velocity 
a  little  less  than  2  per  cent  and  this  is  wholly  inadequate  to  account 
for  the  increased  velocity  of  reaction. 

Kindling  Temperature.  If  a  reaction  can  take  place  at  all,  it 
is,  theoretically  at  least,  occurring  at  any  temperature,  though  often 
immeasurably  slowly.  If  a  liunp  of  coal  is  heated  the  oxidation  pro- 
ceeds more  rapidly.  The  reaction  evolves  heat  and  this  is  conducted 
away  at  such  a  rate  that  there  is  no  increase  in  the  temperature  at 
the  seat  of  reaction.  But  there  is  a  temperature,  different  for  differ- 
ent substances  and  for  one  substance  different  in  different  surround- 
ings, at  which  the  heat  of  the  reaction  is  evolved  faster  than  it  is 
conducted  away.  Then  the  substance  grows  hotter,  the  reaction 
goes  faster  and  this  in  turn  heats  things  faster  until  we  have  incan- 
descence, flames,  and  the  accompanying  phenomena  of  combustion. 
The  lowest  temp)erature  at  which  this  self-intensification  sets  in  may 
be  called  the  kindling  temp)erature.  The  kindling  temperature  is 
thus  not  a  fixed  point  even  for  one  substance  and  depends  upon  a 
nimniber  of  factors. 

*  Spontaneous  Combustion.  Animal  or  vegetable  oil  in  a  pile  of 
cotton  waste  oxidizes.  The  cotton  is  a  poor  conductor  of  heat  and 
so  the  spot  grows  warmer.  The  reaction  goes  faster  and  the  heating 
may  result  in  "  setting  fire  "  to  the  whole,  and  we  have  so-called 
"  spontaneous  combustion,"  the  source  of  many  fires.  Spontaneous 
combustion  used  to  ocau*  frequently  in  cargoes  of  baled  cotton. 
Mineral  oils,  which  have  now  superseded  others  for  use  about  ma- 
chinery, do  not  oxidize  in  the  air  and  so  are  less  dangerous. 

Catalysis.  When  a  substance  by  its  mere  presence  alters  the 
velocity  of  a  reaction,  and  may  be  recovered  unaltered  in  nature  or 
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^TLvzix  at  the  end.  it  is  called  a  catalytic  agent  or 

pher.oz:enor.  is  called  catal>3is.* 

Instances,  £ver>'  student  beonnes  famjKai-  «ith  a  cizzbt^  r 
eT^niDles  of  Ciiral\t:c  action  in  his  nist  course  in  ch«ri5tr\-.  Es 
leirr^  :Lat  ox^zen  is  e\olved  but  dowly  hom  potasauzn  chltxia v. 
reLi*Jvt!y  high  temperatures  and  that  the  presence  <m  rr^^ng^r^sf 
clix'Ar:.  v.hich  n:ay  be  recovered  unaltered  in  nature  and  ancuii 
n: u:h  Listers  the  reaction,  that  the  presence  erf  nnel>-  dnidec  sciii- 
ciuie?  hydrogen  peroxide  to  decompose  rapidly,  and  so  on.  The  !ei: 
chi^-.ber  :;r  cess  f  .»r  the  manufacture  of  sulphuric  acid  is  historica-T 
ir.'i  icchrioiily  an  important  instance  of  catal\'sis.  The  oxidaiion  -i 
sulphur  d: vxide  lo  sulphur  trioxide  occurs  but  slowly.  In  the  presence 
of  oxides  of  rJirugen  the  velocity  of  the  reaction  is  greatly  increased 
.\5  early  as  i  ^a.  Clement  and  Desonnes  demonstrated  the  formaiioc 
of  r^trosyl  sulrhuric  acid  and  attributed  the  influence  of  these  03ddes 
to  the  forn:a:i'.'ri  and  decomposition  of  this  intermediate  product 
That  the  C'-ntact  j^rcKress  for  the  manufacture  of  sulphuric  add.  which 
has  attained  such  imjxjrtance  in  recent  years,  was  strictly  analogous. 
the  finely  di\ided  platinum  or  iron  oxide  being  the  catalytic  agent. 
was  clearly  brought  out  by  Liebig.t 

Influence  of  Solvent.  Instances  of  catalysis  may  be  multiplied 
almost  without  number.  A  given  reaction  occurs  at  diflFerent  rates  in 
ditlereni  solvents.  The  solvent  remains  unaltered  at  the  end  of  the 
reaction  and  hvnce  all  these  eiTects  must  be  reckoned  with  catahlic 
actions. 

•  In  iS>4  Mlt>Li:orlich  concludcf]  that  the  formation  of  ethyl  ether  and  water 
from  ethyl  iih  i»h«jl  in  the  [>re>en(c  of  sulpliuric  acid  did  not  depend  upon  the  de^ 
hyriratinj:  jxrAcr  ifi  the  avid  nor  uiK>n  the  formation  of  an  intermediate  product 
ethyl  -uiphuric  a«:irl.  hut  th;ii  the  sulphuric  acid  facilitated  the  reaction,  bv  its 
mere  pre>cnce.  without  enterini:  into  it.  He  called  this  contact  action,  a  term  in 
every  way  as  a[>pr()]>riate  as  ralaly>is.  The  name  catalysis  \i-as  suggested  bv 
Her/eliu>  in  1S35. 

t  The  im|K)rtani  c  of  the  phenomenon  can  hardly  be  overestimated  and  the  prac- 
tical value  of  numerous  technical  pr(K:esse>depen<ls  uiK)n  the  use  of  catalytic  agents. 
The  fijllowin^  brief  list  will  make  this  evident;  The  manufacture  of  glucose  from 
.starch  by  hydrolysis  in  which  dilute  acids  act  as  catalytic  agents;  the  oxidation 
of  naphthalene  to  phthalic  acid  under  the  catalytic  inlluencc  of  mcrcurj-  in  the 
manufacture  of  indi^ro;  Deacon's  priH»-s>  in  which  copj)cr  chloride  hasten«i  the 
combination  of  hydrogen  and  chlorine  to  hydrochloric  acid;  the  manufacture 
of  aniline  black  with  the  as^^istance  of  vanadium;  F-riedel  ancl  ("rafts'  reactions 
with  aluminium  trichloricie;  ccinden.s.'ition  reaction>  which  cKcur  in  the  presence 
of  chlori<ie  of  zinc;  reduction^  which  occur  In  contact  with  nickel;  Sandme>'er- 
(iatterman  reactions,  etc. 
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N.  Menschutkin*  measured  the  velocity  of  the  reaction, 

N(C^)8  +  C2H5I  =  N(C2H6)4l 

in  a  variety  of  solvents.  In  hexane  the  velocity  constant,  k,  had  the 
value  0.000  180;  in  heptane,  0.000  235;  in  benzene,  0.005  ^4>  ^  ethyl 
alcohol,  0.0433;  i^  benzyl  alcohol,  0.133,  and  intermediate  values  in 
other  solvents.  The  velocity  is  nearly  one  thousand  times  as  great 
in  benzyl  alcohol  as  in  hexane. 

Extent  of  Cataljrtic  Effect.  The  difference  in  velocity  of  the 
above  reaction  in  hexane  and  in  heptane  is  but  slight,  though  the 
quantity  of  the  catalytic  agent  is  large,  it  being  the  solvent.  The 
most  fascinating  instances  of  catalysis  are  those  in  which  small 
traces  of  the  catalyzer  produce  great  effects,  and  we  are  rather  too 
apt  to  assume  that  these  alone  are  instances  of  catalysis.  Some  of 
the  quantitative  measurements  are  indeed  striking.  For  instance, 
Bredig,t  studying  the  increased  velocity  with  which  hydrogen  per- 
oxide decomposes  in  the  presence  of  colloidal  platinum,  was  able  to 
detect  such  increase  when  the  concentration  of  the  platinimi  was  but 
one  seventy-millionth  of  a  symbol  weight  per  liter.  Again,  A.  Titoff  } 
found  that  the  velocity  with  which  sodium  sulphite  was  oxidized  was 
increased  30  per  cent  by  the  presence  of  one-thousandth  of  a  formula 
weight  in  grams  of  copper  sulphate  per  liter. 

Concentration  of  Catalyzer.  The  inversion  of  sugar  occurs  ex- 
ceedingly slowly  by  itself,  but  is  much  hastened  by  the  presence  of 
any  acid.  The  acid  acts  catalytically.  If  we  begin  with  a  very 
dilute  strong  acid  §  and  then  double  its  concentration  we  shall  double 
the  rate  of  the  inversion.  All  acids  in  equivalent  concentrations  do 
not  act  alike,  but  those  which  produce  the  greatest  effect  give  us  the 
series  of  properties  which  cause  us  to  conclude  they  are  most  com- 
pletely dissociated  into  their  ions.  By  carrying  out  experiments 
with  a  long  series  of  acids,  Ostwald  was  enabled  to  say  the  catalytic 
effect  is  directly  proportional  to  the  concentration  of  the  hydrogen 
ion  and  has  nothing  to  do  with  the  anion  except  in  rare  instances. 
By  the  same  line  of  reasoning  it  seems  plausible  to  attribute  many  of 
the  catalytic  effects  of  bases  to  the  hydroxyl  ion  and  we  find  the  effect 
proportional  to  the  concentration  of  this  ion.  We  shall  revert  to  this 
topic  in  Chapter  XXVI.    It  appears  to  be  a  fairly  general  rule  that 

*  Zeilsckr.  f.  phys.  Chem.y  6,  41-57  (1890). 

t  Zeitschr.f.  phys.  Chem.,  31,  258-353  (1899). 

X  Zeitsckr.  j.  phys.  Chem.^  45,  641-683  (1903). 

S  For  definition  of  "strong  add,"  see  Chapter  XXVL 
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the  catalytic  e£Fect  is  proportional  to  the  concentration  of  the  cataiyi 
agent. 

Water  as  a  Catalyzer.  Strictly  dry  silver  chloride  is  hardly  sensi- 
tive to  light;  strictly  dry  carbon  monoxide  will  not  bum  in  di>' ox)'gcL 
Many  similar  instances  may  be  dted  to  demonstrate  that  water  trr 
quently  acts  cataljlically. 

Autocatalysis.  It  sometimes  happens  that  one  of  the  produr^ 
of  a  reaction  acts  catalytically  on  the  reaction.  This  is  usually  tht 
case  when  a  metal  dissolves  in  an  add.  Put  copper  in  pure  niirii 
acid  and  the  action  is  slow.  One  of  the  products  is  nitrous  add  anc 
this,  acting  catalytically,  much  increases  the  velocity.  Thus  thb 
reaction  increases  in  velodty  as  it  proceeds.  Ordinarily  a  reaction 
has  its  greatest  velodty  at  the  beginning.  The  characteristic  course 
of  a  reaction  invoking  autocatalysis  is  a  velodty  small  at  first,  ascend- 
ing to  a  maximum  and  then  descending.  Ostwald  calls  attention  tu 
tho  fact  that  this  is  also  the  characteristic  course  of  fevers  and  it  b 
hii^hly  probable  that  the  resemblance  is  due  to  causes  the  same  in 
l^riticiplc. 

Enzymes.  Plants  and  animals  produce  ferments,  substances  sim- 
ilar to  albumen  and  of  unknown  constitution  which,  in  small  quan- 
tities jjroatly  hasten  certain  reactions.  These  are  called  enzymes. 
\W\orv  digestion  can  proceed,  starch  must  be  changed  to  sugar  ac- 
riiriiiiig  to  tho  reaction  (C6Hio05)n  +  «  HjO  =  n  CeHuOe.  The  veloc- 
ity of  this  reaction  is  much  increased  by  the  presence  of  traces  of  an 
en/ynie  called  ptyalin,  which  occurs  in  the  saliva,  and  other  enzymes 
fouiul  iti  the  ]>anereatic  juice.  Pepsin  and  trypsin  are  other  eaz^Tnes 
which  greatly  hasten  the  digestion  of  albumen. 

Mnzynies  are  as  a  rule  specific,  each  one  capable  of  exerting  its 
extraonlinary  effect  on  just  one  reaction.  Another  characteristic  is 
their  sensitiveness  to  the  presence  of  other  substances.  They  are 
i^isily  **  poisoned/'  If  there  were  any  doubt  as  to  whether  these  in- 
teresting and  important  substances  should  be  included  among  cata- 
lytic agents  this  iloubt  was  removed  by  Bredig  who  demonstrated 
that  the  catalytic  power  of  liis  colloidal  metals  was  of  predsely  this 
character.  They  are  readily  **  i)oisoned,"  and  poisoned  by  the  same 
substances  which  ** poison"  enzj-mes  (by  HCX,  HgCIj,  and  HjS). 
The  platinum  used  in  the  contact  j)rocess  for  making  sulphuric  add 
is  likewise  easily  poisoned  and  rendered  entirely  useless  as  a  catalytic 
agent  by  arsenic.  Hence  one  of  the  most  imi)ortant  parts  of  the 
contact  process  is  the  freeing  of  the  gases  from  all  arsenic. 
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Negative  Catalysis.  A  number  of  instances  are  known  of  reac- 
tions which  are  retarded  by  the  presence  of  small  traces  of  other 
substances.  For  example,  the  writer  was  able  to  observe  a  distinct 
retardation  of  the  rate  at  which  sodium  sulphite  was  oxidized  by  the 
air  when  the  solution  contained  one  one-hundred-and-sixty-thousandth 
of  a  formula  weight  of  mannite  per  liter.  The  reaction  was  retarded 
also  by  exceedingly  small  quantities  of  benzyl  alcohol,  benzaldehyde, 
glycerol,  phenol,  and  other  substances.* 

Explanations  of  Catalsrtic  Effects.  It  is  evident  from  their 
great  variety,  that  one  and  the  same  explanation  cannot  be  equally 
satisfactory  for  all  instances  of  catalysis.  Where  we  have  been  able 
to  detect  an  intermediate  compound  with  the  catalyzer,  such  as 
nitrosyl  sulphuric  acid,  we  may  formulate  the  mechanism  as  follows: 
The  reaction  A  +  B  =  AB  goes  slowly,  but  the  reactions  A+-K  =  AK 
and  AK  +  B  =  AB  +  K  go  rapidly,  and  so  the  presence  of  K 
greatly  facilitates  the  formation  of  AB.  The  really  interesting  ques- 
tion here  is,  why  does  A  -}-  B  =  AB  go  slowly  and  why  do  A  -f  K  =  AK 
and  AK  +  B  =  AB  -f  K  go  rapidly?  For  this  question  we  have  no 
answer.  Our  "  explanation  "  is  indeed  but  partial.  Moreover,  in 
the  majority  of  interesting  cases  of  catalysis  the  quantity  of  catalyzer 
is  so  small  it  is,  to  say  the  least,  a  severe  strain  to  even  imagine 
intermediate  products. 

When  metals  or  other  surfaces  exert  catalytic  effects  on  reactions 
between  gases  we  may  plausibly  assimie  that  the  gases  are  condensed 
on  the  surfaces  and  so  brought  in  more  intimate  contact  with  each 
other  and  in  greater  concentrations.  It  is  entirely  probable  that 
colloidal  metals  attract  and  condense  dissolved  substances  on  their 
surfaces  (adsorption)  and  so  facilitate  reactions  in  solutions.  How 
far  this  explanation  may  be  extended  to  apply  to  other  catalytic 
agents  in  solutions  is  not  certain. 

Though  these  explanations  may  be  considered  as  fairly  satisfying  as 
far  as  they  go,  yet  there  are  many  cases  of  catalysis  without  experi- 
mental evidence  justifying  us  in  applying  them.  For  example,  we 
have  no  experimental  groimd  for  assuming  the  existence  of  an  inter- 
mediate compound  in  perhaps  the  most  familiar  instance  of  catalysis, 
the  effect  of  manganese  dioxide  on  the  decomposition  of  potassium 
chlorate. 

While  thus  we  have  no  adequate  generally  applicable  explanation 
of  catalysis  we  should  not  think  of  the  phenomenon  as  peculiarly 

*  Zeitsckr.f.  phys,  Chem,,  a6,  493-532  (1898}. 
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CHAPTER  XXVI 

equilib.ru  m  chemical  reactions 

Definitions  of  the  terms  "  reversible  reaction  "  and  "  chemical 
equilibrium  "  are  included  in  every  course  on  general  chemistry  now- 
adays. The  following  experiment,  or  one  similar  to  it,  will  probably 
be  remembered  as  having  been  shown  early  in  a  beginning  course. 
Pass  a  current  of  steam  over  hot  copper  and  the  water  is  to  a  certain 
extent  decomposed,  forming  copper  oxide  and  hydrogen.  Pass  a 
current  of  hydrogen  over  hot  copper  oxide  and  the  oxide  is  reduced 
and  some  water  is  formed.  The  reaction  is  reversible  and,  adopting 
the  suggestion  of  van't  Hoff,  we  indicate  this  by  substituting  double 
arrows  for  the  equality  mark,  writing,  HjO  +  Cu  4=i  CuO  +  H2. 

Equilibrium  the  Same  from  whichever  Side  Approached.  If 
water  vapor  and  copper  are  heated  in  a  sealed  tube  the  reaction  will 
proceed  from  left  to  right  until  definite  concentrations  (depending 
on  the  temperature)  of  water  vapor  and  hydrogen  are  reached.  If 
hydrogen  and  copper  oxide  are  heated  to  the  same  temperature  in  a 
sealed  tube,  the  reaction  will  proceed  from  right  to  left  until  precisely 
the  same  concentrations  as  in  the  previous  case  are  reached.  The 
system  is  in  equilibrium  with  some  of  everything  possible  present, 
and  the  conditions  are  the  same  from  whichever  side  approached. 

After  the  first  course  in  general  chemistry  is  completed,  qualitative, 
and  perhaps  quantitative,  analysis  is  taken  up.  These  subjects  deal 
almost  exclusively  with  reactions  which  go  practically  to  completion. 
They  are  chosen  precisely  because  they  have  this  characteristic 
which  is  essential  for  the  purpose  of  analysis.  The  student  is  an  ex- 
ception, or  these  subjects  are  exceptionally  well  taught,  if  he  does 
not  get  the  idea  that  the  majority  of  chemical  reactions  go  to  com- 
pletion, and  that  those  which  reach  conditions  of  equilibrium  are 
relatively  few  and  unimportant.  At  the  next  stage  of  his  chemical 
education,  studying  organic  or  physical  chemistry,  he  must  unlearn 
this  and  realize  that  the  converse  is  true.  The  reactions  of  daily  life, 
as  we  may  call  them,  processes  of  growth  of  animals  and  vegetables, 
most  of  the  reactions  basic  for  great  chemical  industries  such  as  the 
manufacture  of  sulphuric  add,  alkalies,  soap,  etc.,  go  but  part  way 
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and  reach  equilibrium  with  notable  quantities  of  every  possible  com- 
pound present. 

All  Reactions  Reversible.  Careful  study  has  shown  that  we  can 
determine  the  equilibrium  conditions  in  cases  where,  not  many  years 
ago,  it  was  thought  surely  we  had  complete  reactions.  Coke  does  not 
bum  completely  to  carbon  dioxide  in  a  blast  furnace  and  equilibrium 
is  reached  with  readily  measurable  quantities  of  carbon  monoxide 
present.  When  hydrogen  and  oxygen  are  exploded  to  form  water,  at 
high  temperatures  we  can  still  measure  the  quantities  of  hydrogfen 
and  oxygen  which  did  not  react  but  remain  present  in  equilibrium 
with  the  water  vapor.  Add  a  solution  of  potassium  ferrous  oxalate 
to  a  solution  of  silver  nitrate  and  silver  is  precipitated.  Filter,  and 
add  a  solution  of  sodium  chloride  to  the  filtrate.  No  silver  chloride 
appears,  and  as  this  is  so  delicate  a  test  for  the  presence  of  silver 
ions  we  may  assume  the  reduction  went  to  practical  completion.  But 
now  add  a  solution  of  ferrous  sulphate  to  a  solution  of  silver  nitrate 
and  again  silver  is  precipitated.  Filter  and  test  as  before  and  the 
appearance  of  a  precipitate  of  silver  chloride  proves  that  this  reduction 
did  not  go  to  completion  but  reached  a  condition  of  equilibrium  with 
readily  perceptible  quantities  of  silver  ions  still  in  solution.  We  have 
every  reason  to  suppose  that  a  suflSciently  delicate  test  would  have 
revealed  the  presence  of  silver  ions  in  the  previous  case.  Such  illus- 
trations might  be  multiplied  almost  without  end  and  we  feel  justified 
in  saying  that  no  reaction  goes  to  absolute  completion.  All  reach 
conditions  of  equilibrium,  though  sometimes  these  conditions  are  so  far 
to  one  side  they,  for  all  practical  purposes,  may  be  considered  as  com- 
plete. And,  as  a  necessary  corollary  to  this  we  say  all  reactions  are 
reversible,  to  a  certain  extent  at  least.  There  is  no  such  thing  known 
as  a  completely  irreversible  reaction,  therefore  the  old  subdivision 
into  reversible  and  irreversible  reactions  might  as  well  be  abandoned. 

Formulation  of  Equilibrium.  The  law  of  mass  action  is  our 
guide  in  the  study  of  equilibrium  conditions  as  it  was  in  our  study  of 
velocities;  indeed  the  formulation  for  equilibrium  conditions  follows 
immediately  from  those  we  developed  in  the  last  chapter.  Con- 
sider the  reaction,  A  +  B^C  +  D.    If  we  start  with  A  and  B,  the 

velocity  of  the  reaction  is  -7-  =  ^iC^Cb  where  Ca  is  the  concentra- 

ah 

tion  of  A  and  Cb  is  the  concentration  of  B.    If  we  start  with  C  and 

dxo 
D  the  velocity  of  the  reaction  is   -7—  =  k^cCD-     The  interaction 

of  A  and  B  producing  C  and  D  must  start  the  reverse  reaction;  or, 
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if  we  began  with  C  and  Z>,  A  and  B  would  be  produced  and  the  op- 
posite reaction  would  begin  at  once.  We  have  had  occasion  several 
times  to  say  that  chemical  equilibrium  is  by  no  means  a  condition  of 
rest  but  rather  the  condition  where  the  opposed  reactions  have  the 
same  velocities. 

'' Balanced  Action.''  This  reasoning  is  the  origin  of  the  term 
'*  balanced  action  "  which  is  but  an  alternative,  and  less  good,  name 
for  equilibrium. 

When   equilibrium   is  reached    -rr  ^  ifT'     If   this  is  so   then 

all       ail 

kiCACa  =  k^cCO'    Transposing  we  have,  pAtt-  =  t"*    As  ki  and  fa 

CcCd      ki 

are  both  constants  we  combine  them  and  write  K,  a  value  known 

as  the  equilibrium  constant. 

This  method  of  reasoning  is  entirely  general.    Applying  it  to  the 

skeleton  equation  which  includes  all  possible  chemical  reactions, 

mA  +  fiB  +  pC  ,  .  ,  ^^  gD  +  rE  +  sF  .  .  .as    used    in    the    last 

chapter,  we  have,  c^,^^.^^  ^  ^  ^  =  K. 

This  formulation  is  our  fundamental  generalization  from  the  study 
of  homogeneous  systems.  It  is,  however,  applicable  also  to  hetero- 
geneous systems  wherein  the  phase  law  is  the  fundamental  generaliza- 
tion. The  formulation  itself  is  so  logical  and  simple  it  is  easily 
learned  and  one  hardly  suspects  at  first  its  potentialities  for  explain- 
ing apparently  most  diverse  phenomena.  Appreciation  of  these 
potentialities  grows  with  practice  in  its  applications.  All  the  rest  of 
this  chapter  is  devoted  to  showing  how  to  apply  it  to  typical  cases. 

Classification.  It  is  convenient  to  divide  our  examples  into 
three  groups;  first,  heterogeneous  physical  equilibria;  second,  homo- 
geneous chemical  equilibria;  third,  heterogeneous  chemical  equilibria. 
All  homogeneous  equilibria  are  perforce  chemical  equilibria;  hetero- 
geneous equilibria  may  be  either  physical  or  a  combination  of  physical 
and  chemical. 

Order  of  Equilibritun.  When  equilibrium  exists  in  a  system  of 
one  component  it  is  said  to  be  of  the  first  order.  If  the  system  con- 
tains two  components  the  equilibrium  is  said  to  be  of  the  second 
order,  and  so  forth.  Equilibria  are  often  considered  according  to 
this  classification.* 

*  The  number  of  new  terms  and  new  schemes  of  classification  which  it  has  been 
necessary  to  describe  since  we  began  Chapter  XX  is  large;  perhaps  too  large. 
It  is  certainly  possible  to  over  systematize  a  subject.    Science  is  systematized 


374  THEORETICAL  A2<n)  PHYSICAL  CHEinSTRT 

Heterogeneous  Physical  Equilibria.  By  chemical  xeacdoo  we 
usually  imderstand  a  change  involving  the  appeanmoe  of  one  or 
more  new  chemical  indlNiduals.  Processes  iriiidi  reach  their  con- 
ditions of  equilibrium  without  the  simultaneous  appearance  of  new 
substances  are  called  ph>'sical.  It  may  be  objected  that  they  do 
not  properly  belong  in  a  chapter  devoted  to  chemical  equilibrium. 
But  it  is  worth  while  to  show  that  the  great  generalization  from  ail 
chemical  reactions  is  applicable  to  these  physical  processes  also,  and 
to  demonstrate,  first,  that  they  merge  continuously  into  chemical 
processes  and,  second,  the  futility  of  tr3ring  to  draw  a  dividing  line 
between  the  two  sciences.  Indeed  there  are  more  real  and  impor- 
tant differences  in  the  properties  of  a  substance  as  a  gas,  as  a  liquid, 
and  as  a  solid,  than  there  are  between  sodium  hydroxide  and  potassium 
hydroxide  for  instance. 

Heterogeneous  equilibrium  must  establish  itself  at  the  surface 
separating  the  phases,  and  therefore  the  equilibrium  conditions  are 
not  altered  by  changes  in  the  total  quantities  of  the  phases.  We 
have  dealt  with  a  number  of  such  equilibria  already  in  our  discus- 
sions of  changes  between  conditions  of  aggregation  and  the  process 
of  solution.  It  remains  now  only  to  show  that  the  law  of  mass  action 
is  applicable. 

Equilibrium  between  Ptu-e  Liquid  and  its  Vapor.  Consider  the 
equilibrium  between  a  pure  liquid  and  its  vapor.  According  to  the 
law  of  mass  action  the  amount  of  vapor  which  condenses  to  a  liquid 
per  unit  time  is  proportional  to  the  concentration  of  the  vapor,  Ci, 
and  the  amount  of  liquid  which  vaporizes  per  unit  time  is  propor- 
tional to  the  concentration  of  the  liquid,  Cj.  The  process  is  so  much 
like  a  simj)le  chemical  change  we  may  write  it  in  the  form  of  a  re- 
versible reaction,  liquid  t=^  vapor.    Then  the  velocity  of  the  reaction 

from  right  to  left  is  ;'-  =  kiCi  and  from  left  to  right  it  is-^;-  =  feCj. 

(Ill  ^*h 

knowledge,  therefore  one  is  apt  to  fall  into  the  error  of  thinking  that  the  main 
object  of  science  is  to  systematize  and  classify.  It  is  not.  Classificatioa  is  merdy 
a  means  to  an  end.  The  main  object  of  science  is  to  teach,  and  to  fit  men  as  rapidly 
as  iM>.<«sible  to  acquire  new  knowledge  or  to  apply  the  knowledge  we  have.  AU 
clussification  which  tends  to  condense  or  make  clearer  what  we  know'  forwards 
the.^e  aims  and  is  desir.ible.  Cias^^i  heat  ion  which  does  not  forward  these  aims  is 
a  not  wholly  harmless  {^Ntime,  as  it  delays  tho.>ve  anxious  to  do  their  share  of  the 
world's  work.  Multiplication  of  te<.'hnical  terms  makes  scientific  treatises  unin- 
telligible to  all  but  siMX'ialists.  It  is  therefore  greatly  to  be  deplored  that  so  many 
an*  indi>|H.'ns:ible,  and  we  should  at  least  endeavor  to  reduce  their  number  as  much 
as  possible. 
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dxt       dxn 
Equilibrium  is  reached  when  -j-  =  3—,  that  is,  when  kiCi  =  AjC2,  or 

ah       at% 

C\      fe 

—  =  7-  =  -K^.    At  any  definite  temperature  the  concentration  of  a  pure 

liquid  is  a  constant  and  so  Ca  may  be  included  in  K  and  we  have, 
Ci  =  iT.  The  concentration  of  a  vapor  is  directly  proportional  to  its 
pressure  and  so  we  have  reached  the  familiar  fact  that  at  any  definite 
temperature  a  liquid  has  a  definite  vapor  pressure. 

Equilibritun  between  a  Gas  and  a  Solution  of  that  Gas.  Con- 
sider the  case  of  a  gas  dissolving  in  a  liquid.  We  have  the  gas  going 
into  and  coming  out  of  solution,  a  species  of  chemical  reaction.  We 
may  write,  gas  t=^  gas  dissolved.  Let  C\  =  concentration  of  the  gas 
in  solution  and  C2  =  concentration  of  the  gas  in  the  gaseous  phase. 

Equilibrium  will  be  reached  when  kiCi  =  feCj,  or  ~  =  t-  =  /^.    This 

C2      R\ 

shows  that  for  any  definite  temperature  the  ratio  between  the  con- 
centration of  the  gas  as  such  and  the  gas  dissolved  is  a  constant. 
This  is  simply  Henry's  law,  discussed  in  Chapter  XXIV. 

Exceptions  to  Henry's  Law.  Henry's  law  does  not  apply  to  sub- 
stances which  may  be  supposed  to  combine  chemically  with  the  solvent 
as,  for  instance,  ammonia.  We  believe  that  ammonia  unites  to  a  con- 
siderable extent  with  water  according  to  the  reaction, 

NHs  +  H2O  =  NH4OH.      Doubtless  the  usual  expression,   yr  =  K, 

does  apply  here  too  when  Ci  equals  the  concentration  in  the  gaseous 
phase  and  C2  equals  the  concentration  of  the  NH«  still  unchanged  in 
the  solution.  The  large  observed  solubility  and  the  deviations  from 
the  law  are  thus  logically  accounted  for  by  the  reaction  which  removes 
one  of  the  factors  of  the  equilibriimi.  The  same  reasoning  applies  to 
solutions  of  hydrogen  chloride  and  of  all  other  gases  whose  solubilities 
are  not  formulated  by  the  law.  It  is  plausible  to  suppose  they  all 
enter  into  reaction  with  the  solvent. 

Inferences  Regarding  Association,  Dissociation^  etc.  This 
reasoning  is  often  used.  When  our  formulae,  based  on  the  law  of 
mass  action,  do  not  hold,  we  infer  that  some  reaction,  perhaps  not 
before  suspected,  has  taken  place.  This  may  be  association  to  larger 
molecular  aggregates,  dissociation  to  ions,  or  reactions  resulting  in 
the  formation  of  new  compounds,  for  any  one  of  these  processes 
alters  the  concentration  of  the  substances  taking  part  directly  in  the 
equilibrium. 
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Other  Physical  Equilibria.     That  the  same  reasoning  may  be 

carried  out  for  other  systems  which  we  ha\'e  studied,  for  a  solid  sub- 
liming and  in  equilibrium  with  its  vapor,  for  the  condensed  system 
consisting  of  one  substance  as  solid  and  liquid  in  contact  and  in 
equilibrium,  for  a  solution  in  equilibrium  with  excess  solute,  etc,  is 
so  evident  we  need  not  spend  time  and  ^>ace  in  the  demonstrations. 
It  will  be  more  profitable  to  take  up  cases  which  (^er  new  features. 
These  appear  when  the  equilibrium  involves  a  chemical  reaction. 

Homogeneous  Equilibrium  in  the  Gaseous  Phase.  The  stand- 
ard illustration  of  equilibrium  conditions  in  the  gaseous  phase  is  the 
reaction  PI2  +  I2  4=^  2  HI.  It  is  well  adapted  for  investigation  as  it 
gfx^  to  equilibrium  in  a  few  hours  at  the  tenq>erature  of  boiling 
sulphur  (448°),  but  proceeds  exceedingly  slowly  at  room  temperature. 
Thus,  by  cooling  quickly,  the  conditions  prevailing  at  the  higher 
temperature  are  continued  long  enough  to  determine  analytically 
what  they  are.  On  this  account  it  has  been  thoroughly  investigated, 
first  by  llautefeuille,  then  by  Lemoine,  and  most  recently  and  most 
accurately  !)y  M.  Bo<lenstein.* 

If  Ci  is  the  concentration  of  the  hydrogen,  Cz  the  concentration  of 
gaseous  iodine,  and  C\  the  concentration  of  the  hydrogen  iodide,  then, 
according  to  the  general  equation  for  equilibrium, 

C1C2  __  ,- 

H(Klenstein  sealed  known  quantities  of  hydrogen  and   iodine  in 

glass  !)ull)s,  heaterl  these  in  the  vapor  of  boiling  sulphur  until  equi- 

lihriuni  was  reached,  c(K>led  and  determined  the  quantities  of  iodine 

and  hy'Irogen  icxlide  l)y  titration,  and  of  hydrogen  by  measuring 

the  volume.     Kxpressin^  all  cjuantities  in  chemical  units  (molecidar 

weights  or  fractions  of  molecular  weights  in  grams),  let  the  original 

amount  of  hydro^^'n  equal  h,  of  i<xiine  equal  a,  and  let  2  y  equal  the 

amount  of  liy<lrogen  iodide  formed.     Then  6  —  >•  is  the  amount  of 

hydrogen  and  a  —  y  is  the  amount  of  iodine  gas  present  when  equi- 

lil)rium  is  reached.     The  concentrations  are  directly  proportional  to 

the  amounts  present  and  so  we  may  substitute  these  N^alues  for 

C'l,  (2,   and  ('3  in  the  fundamental  equation.     We  then  obtain: 

^      (h  —  v)  {a  —  v)       o  I  .      ^v.  .•      f  U4.  • 

A  =  '     J  — '—  •    Solvmg  this  efjuation  for  y  we  obtain 

4  y  _       _       '_ 

a  +  h-  Va-  +  h'  -  ah(2  -  16  K) 

I  —  4  A 
•  Zeitschr./.  phys.  Chem.,  ast  1-32  CiSg?)* 
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As  equal  volumes  of  all  gases  ur.der  the  same  conditions  may  be 
assumed  to  contain  the  same  number  of  molecules,  we  may  substi- 
tute volumes  for  a,  b  and  y,  Bodenstein  therefore  expressed  his 
results  in  cm'  (calculated  to  o°  and  760  nun.).  He  found  that  at 
448°  K  =  0.019  84  aiid  at  350°  K  =  0.014  94.  Inserting  these  values  and 
his  analytical  data,  in  the  formula,  he  calculated  the  number  of  cm' 
HI  he  should  have  and  compared  these  numbers  with  the  cm'  HI 
which  he  actually  found.  The  following  table  contains  a  few  of  his 
results  obtained  with  different  initial  quantities  of  hydrogen  and  of 
iodine.  The  calculated  values  agree  well  with  those  actually  found 
and  so  furnish  us  with  good  evidence  that  our  reasoning  is  correct. 

HI  PRESENT  AT  448*. 


Hydrogen. 
b 

Iodine. 
a 

HI  calculated, 
ay 

HI  found. 

20.57 

5.22 

10.19 

10.22 

20.60 

14  45 

25  54 

25.72 

1575 

11.90 

20.65 

20.70 

14  47 

38.93 

27 -77 

27.64 

8.10 

2.94 

5  64 

5.66 

8.07 

9.27 

1347 

13-34 

A  similar  table  showing  equally  good  agreements  at  350°  is  omitted 
to  save  space. 

Effect  of  Pressure  when  the  Reaction  Does  not  Alter  the 
Voltune.  In  the  example  we  are  considering  we  may  substitute  the 
partial  pressures  of  the  three  gases  for  their  concentrations  in  the 
equilibrium  equation,  for  these  partial  pressures  are  directly  pro- 
portional to  the  concentrations.  Let  pi  equal  the  partial  pressure  of 
the  hydrogen,  p2  that  of  the  iodine,  ps  that  of  the  hydrogen  iodide. 

We  then  have  ^-rr  =  ^-    If  we  double  the  total  pressure  this  doubles 

each  partial  pressure  and  we  have  /^   =  K,  Canceling  we  ob- 

tain the  original  expression  unaltered. 

We  may  alter  the  pressure  on  the  system  as  we  please,  let  us  say 
making  it  n  times  what  it  was  originally.    Then  the  partial  pressures 

are  all  altered  to  the  same  extent  and  we  have     l^\^  =  K,     n  cancels 

trpz^ 

out  and  we  have  the  original  expression  again.  The  equilibrium  con- 
ditions are  then  independent  of  the  pressure.  This  is  true  only  for 
cases  wherein  the  reaction  involves  no  change  in  volume. 
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Effect  of  Pressure  when  the  Reaction  Alters  the  Volume.    If, 

however,  we  are  dealing  with  a  reaction  which  invdves  a  change 
in  volume,  as  for  instance  when  N2O4  dissociates  to  2  NOi  according 
to  the  reaction  Ns04  i=^  2  NOi,  a  change  in  pressure  does  alter  the 
equilibrium  conditions.*    Let  pi  equal  the  partial  pressure  of  N2O4  and 

p%  the  partial  pressure  of  NQj.    Then  K  =  ^— .    Suppose  the  total 

pressure  be  made  n  times  the  original,  then  K  =  -^  =  -~-  and  n 

f^Pi        Pi 

does  not  cancel  out.    It  is  seen  at  once  from  this  formula  that  if  we 
increase  the  total  pressure  on  the  system  this  must  diminish  the 
quantities  of  the  dissociation  products  and  that  a  decrease  in  pressure 
must  increase  them. 
In  Chapter  Xn  we  learned  to  calculate  the  d^ree  of  dissociation 

of  a  gas  from  its  vapor  density  and  derived  the  formula  a  =      .    _ — r> 

where  a  =  fraction  dissociated,  n  =  niunber  of  mdecules  resulting 
from  the  dissociation  of  one  molecule,  8  =  vapor  density  of  not  dis- 
sociated gas,  and  A  =  observ^ed  vapor  density  of  the  mixture.     In 

the  case  of  N1O4,  »  =  2,  and  we  have  a  =  — i —  .    If  we  enclose  a 

known  weight  of  N2O4  in  a  tube  of  known  volimie,  raise  it  to  tempera- 
ture,  /,  and  measure  the  pressure  of  the  gaseous  mixture,  p,  we,  hsLVt 
all  the  data  necessar>'  to  calculate,  with  the  assistance  of  the  gas 
laws  both  A  and  6.  Thus  it  is  easy  to  determine  experimentally  how 
much  of  the  original  substance  and  how  much  of  the  products  are 
present  when  equilibrium  is  reached. 

Dissociation  Constant.     According  to  the  general  expression  for 
equilibrium,  if  Ci  =  concentration  of  X2O4  and  G  =  concentration  of 

XO2, 7^  =  A'.    As  these  substances  are  gases  the  concentrations  are 

proportional  to  the  amounts  present.    The  amount  of  N2O4  is  i  —  a 


or 


and  of  XOi  is  a.  therefore =  K.    Experiments  demonstrate  that 

I  —  a 

the  actual  facts  correspond  to  this  reasoning  and  formulation.  This 
Ky  the  equilibrium  constant,  b.  in  this  connection,  called  the  disso- 
ciation constant. 

Effect  of  the  Presence  of  One  of  the  Products  of  DissodatioL 
For  the  equilibrium,  PClj  ^  PClj  +  CI*,  letting  pi  equal  the  partial 

^  Investigated  by  Xatansoa,  Witd.  Ammal.,  24,  454  (1885);  and  ^7%  6<^  (18S6). 
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pressure  of  PCla,  p%  that  of  the  CI2,  and  p^  that  of  the  PCI5,  we  have 

the  formulation,  ^^  =  K. 

pi 

Suppose  that  we  add  chlorine  to  the  system.  This  increases  the 
value  ply  then  pi  must  diminish  and  Ps  must  increase  accordingly 
because,  at  any  one  temperature,  K  remains  constant.  The  eflFect 
would  be  the  same  if  we  added  phosphorus  trichloride,  thus  increas- 
ing the  value  of  Pi,  Then  adding  either  product  of  the  dissociation 
diminishes  the  amount  of  the  dissociation  which  occurs  before  equi- 
librium is  reached. 

Homogeneous  Equilibrium  in  Liquids.  Berthelot  and  Pean  de 
St  Gilles  studied  the  formation  and  saponification  of  various  organic 
esters  and  determined  the  equilibrium  conditions  before  Guldberg  and 
Waage  put  the  law  of  mass  action  in  mathematical  form.*  To  take 
one  example,  we  may  express  the  equilibrium  between  ethyl  acetate 
and  water  on  the  one  hand,  and  ethyl  alcohol  and  acetic  add  on  the 
other,  as  follows:  CHsCOOCjHs  +  HzO^ziCjHsOH -fCHjCOOH. 
Let  Ci  equal  the  concentration  of  ethyl  acetate,  C2  that  of  water,  Ci 
that  of  alcohol,  and  Ca  that  of  add,  all  in  gram-molecular  weights, 

then  we  have,  p^  =  K, 

If  equimolecular  quantities  of  ethyl  alcohol  and  acetic  add  are 
endosed  in  a  sealed  tube  and  heated  to  150°  for  a  few  hours  equilibrium 
is  reached.  The  tube  may  then  be  cooled,  opened,  and  the  contents 
analyzed,  for  the  reaction  proceeds  very  slowly  at  room  temperature. 
Moreover  it  has  been  found  by  experiment  that  the  equilibrium  con- 
ditions are  but  slightly  diflferent  at  different  temperatures.  Such 
analysis  shows  equilibriimi  exists  between  one-third  of  a  molecular 
weight  in  grams  each  of  acetic  add  and  alcohol,  and  two-thirds  of  a 
molecular  weight  in  grams  of  the  ester  and  water  respectively.  If 
we  start  with  a  molecular  wdght  in  grams  of  the  ester  and  of  water, 
treat  the  system  similarly  and  analyze,  we  find  the  same  quantities 
of  the  four  substances.  Tubes  have  been  kept  seventeen  years  be- 
fore opening  and  then  proved  to  contain  these  quantities.  This  is 
experimental  evidence  of  the  fact,  to  be  remembered,  that  equilibrium 
conditions  are  the  same  from  whichever  side  approached. 

Inserting  these  numerical  values  in  our  formula  we  have, 

*  Berthelot  and  Pean  de  St.  Gilles,  Ann.  de  Chim.  el  de  Phys.  (3),  659  385;  66| 
5  (1862);  68,  225  (1863). 
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Utility  of  the  Formulation.  The  significance  of  what  we  have  here 
achieved  should  be  fully  realized.  The  formula  and  the  equilibrium 
constant  enable  us  to  foretell  what  the  effect  will  be  of  altering  the 
concentrations  of  either  of  the  reacting  substances  or  of  having  some 
of  the  products  present.  They  enable  us  to  calculate  quantitatively 
what  our  yield  will  be  under  given  conditions  and  so  tell  us  what  we 
must  do  to  accomplish  a  given  end.  All  of  these  questions  are  emi- 
nently practical  and  an  ability  to  apply  these  fundamental  principles 
has  more  than  once  converted  a  loss  to  a  profit  in  the  factory. 

The  formula  shows  that  if  we  increase  the  concentration  of  the 
water  (C2)  the  concentration  of  the  ester  (Ci)  must  diminish,  and  that 
of  the  alcohol  (Cs)  and  that  of  the  acid  (C4)  must  increase,  for  the 
fraction  as  a  whole  will  remain  equal  to  4.  If  one  is  manufacturing 
the  ester  this  is  an  undesirable  thing  to  do;  if  the  ester  is  being 
saponified  in  order  to  get  the  alcohol  or  add,  it  is  a  desirable  thing 
to  do.  If  some  agent  is  introduced  to  remove  water  almost  as  fast 
as  formed  this  will  increase  the  yield  of  ester,  because  much  more 
alcohol  and  add  must  disappear,  i.^.,  enter  into  reaction,  forming 
more  ester.  We  have  here  the  underlying  reason  for  the  well-known 
rule  —  to  cause  a  reaction  to  proceed  to  practical  completion  remove 
one  of  the  products  as  fast  as  formed. 

Quantitative  Calculation.  The  following  will  serve  as  an  illus- 
tration of  the  way  to  carry  out  a  quantitative  calculation  of  the  re- 
sults. Let  us  suppose  that  we  intend  to  make  ester  from  alcohol  and 
add  and  wish  to  know  what  yields  of  ester  to  expect  starting  with 
different  quantities  of  our  substances. 

Let  m  =  molecular  weights  of  alcohol  and  n  =  molecular  weights  of 
add  used.  Let  x  =  molecular  wdghts  of  alcohol  which  react.  Then 
X  =  molecular  weights  of  acid  which  react,  molecular  weights  of 
ester  which  are  formed,  and  also  molecular  weights  of  water  which  are 
formed.  Then  m  —  x  =  molecular  weights  of  alcohol  left,  and  »  —  .r  = 
molecular  weights  of  acid  left  when  equilibrium  is  reached.  Let  v  = 
volume  of  the  whole  system.    Then 

Substituting  these  values  in  the  fundamental  equation  we  have, 

v"  ,.  x' 

=  A   =   ; r-7 -r  =  4. 


(w  —  jc)  («  —  x)  (w  —  jc)  (»  —  :r) 
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Solving  this  equation  for  x  we  obtain, 

2  2    / 

ac  =  -  (w  +  n)  =t  -  V  w*  —  m«  +  n*, 

3  3 

which  tells  us  at  once  how  the  yield  of  ester  {x)  varies  according  to 
the  initial  quantities  of  alcohol  {m)  and  add  (n).  For  instance,  if 
we  begin  with  a  molecular  quantity  of  each,  w  =  i  and  n  =  i.    Sub- 

A         2  2 

stituting  these  values  we  have  x  =  -  db  ->  i.e.,  x  =  2  or  -•    We  are 

3      3  3 

never  at  a  loss  as  to  which  of  the  two  roots  to  select  as  it  would  be 
quite  absurd  to  suppose  we  could  obtain  a  quantity  of  ester  more  than 
equivalent  to  either  of  the  necessary  reagents.  Therefore  the  answer 
is  not  2  but  f ,  which  agrees  with  the  experimental  results  already 
given. 
If  we  begin  with  two  molecular  quantities  of  alcohol  to  one  of  add, 

m  =  2  and  n  =  i.     Substituting  we  find  x  (the  yield  of  ester)  is 

2    / — 
2  db  -  V3,  i.e.,  3.162  or  0.838.    We  discard  the  first  as  impossible  and 

so  0.838  molecular  weights  of  ester  will  be  obtained. 

If  we  begin  with  four  molecular  quantities  of  alcohol  to  one  of 
add,  m  =  4  and  n  =  i.  Substituting  we  find  we  shall  obtain  0.930 
moleoilar-weight  quantities  of  ester. 

If  we  begin  with  two  molecular  quantities  of  alcohol  and  six  of 
add,  m  =  2  and  «  =  6.  Substituting  we  find  the  yield  of  ester  to  be 
1.805  nioleoilar  weights. 

The  student  should  practice  on  other  examples,  for  by  such  calcu- 
lations alone  will  he  grow  to  appredate  the  great  possibilities  and 
practical  value  of  these  fimdamental  prindples. 

Effect  of  Adding  One  of  the  Products  of  the  Reaction.    In 

case  some  of  one  of  the  products  is  present  to  begin  with  the  formula 

becomes  a  little  more  complicated,  but  not  in  the  least  more  difficult 

to  understand.    For  example,  suppose  q  molecular  weights  of  water 

are  present  to  begin  with,  then  when  equilibrium  is  reached  the  con- 

X  -\-  0 
centration  of  the  water  present  is This  makes  the  fimda- 

xix  "{•  q) 
mental  formula  read:  z r-r^ ^  =  4.    Solving  for  x  we  get  the 

somewhat  cumbersome  expression: 

X  =  -z  (4«  +  4W  +  7db  Vi6«*  —  i6m»  +  8n^  +  8w^-f  i6w*-f^). 

These  formulae  have  been  tried  experimentally,  not  only  upon  the 
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fonnation  of  esters,  but  on  numerous  other  reactions  whose  funda- 
mental formulations  are  the  same,  and  they  have  been  foimd  to  fit 
the  facts. 

Effect  of  Change  in  Volume.  In  the  esterification  ^  saponi- 
fication example  just  discussed  the  term  representing  the  volume 
canceled  out  and  therefore  changing  the  volume  of  the  system  could 
not  alter  the  equilibrium  conditions.  But  this  term  does  not  always 
cancel  out.  The  decomposition  of  amyl  acetate  reaches  an  equi- 
Ubrium  represented  by  CHsCCXXr^Hn  ?=±  CH,COOH  +  C^Hio.  Sup- 
pose we  mix  unit  quantity  of  the  add  with  a  unit  quantities  of 
amylene,  that  v  is  the  volume  of  the  mixture  and  that  x  unit  quantities 
of  amyl  acetate  are  formed  when  equilibrium  is  reached.  At  that 
time  we  shall  have  i  —  x  add  and  a  —  x  amylene  present.    If  Ci 

represents  the  concentration  of  the  amylene,  Ci  that  of  the  add,  and 

C  C 
Cz  that  of  the  ester,  then  -^*  =  K,     The  concentration  of  the 

d  ^  JC  I  ~  X  X 

amylene  is ,  of  the  add ,  of  the  ester  - .    Substituting  we 

have, 


V 


a  —  X      I  —  X 
X 


K^^^^^IlASl^L^^K. 


X  VX 

V 

Konowalow*  and  Nemst  and  Hohmannf  have  investigated  this 
equilibrium  and  have  proved  that  the  experimental  facts  correspond 
to  this  formulation.  Notice  that,  K  bdng  a  constant,  if  we  hold  a 
constant  and  increase  v,  x  must  decrease.  In  words  this  tells  us  that 
the  larger  the  volume  (the  greater  the  dilution)  the  less  the  quantity 
of  ester  formed. 

Homogeneous  Equilibrium  in  Solutions.  Homogeneous  equi- 
libria in  solutions  include  some  of  the  most  interesting  and  im- 
portant applications  of  the  law  of  mass  action.  According  to  the 
dissodation  theory,  when  we  dissolve  common  salt  in  water  some 
of  it  dissodates  until  we  have  equilibrium  between  the  imdissodated 
substance  and  its  ions.  We  may  represent  this  equilibrium  as 
Na*  -h  Cr  ^  XaCl.    If  C\  =  concentration  of  Xa*,  C;  =  concentration 

of  cr,  and  €%  =  concentration  of  XaCl,  -^  =  K.    Suppose  we  start 

with  unit  quantity  of  XaCl  and  that  a  is  the  fraction  dissociated 

•  Zeitsckr.f.  pkys.  Ckem,,  x,  63-^7  (1887);  a,  6-12,  580-389  (1888). 
t  i^id,  II,  35^-390  (1893). 
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when  equilibrium  is  reached.    Then  i  —  a  is  the  quantity  of  imdis- 
sodated  NaCl  and  a  is  the  quantity  of  sodium  ion  and  also  of  chloride 

ion  present.    Let  v  =  total  volmne  of  the  system.    Then = 

concentration  of  NaCl,  =  C3,  -  =  concentration  of  Na*  =  Ci  =  con- 

V 

centration  of  CI'  =  C2.    Then 


=  a:  = 


I  —  a 


r  (i  -  a) 


Ostwald's  Dilation  Law.*  The  equilibrium  constant,  K,  in  the 
above  formula  is  called  the  dissociation  constant,  and  the  formula, 
showing,  as  it  does,  the  relation  between  the  degree  of  dissociation 
and  the  degree  of  dilution,  is  known  as  Ostwald's  dilution  law.  The 
degree  of  dissociation,  a,  may  be  determined  with  ease,  either  by  ap- 
plication of  the  boiling-point  or  freezing-point  method  as  has  been 
described,  or  more  conveniently  by  the  conductivity  method  which 
will  be  described  in  Chapter  XXVIII. 

The  validity  of  the  formula  was  tested  by  Hoff  and  Reicher  f  with 
a  number  of  substances.  The  following  table  contains  their  results 
with  acetic  add  at  14.1°.  They  used  the  conductivity  method  and 
inserting  one  experimental  value  for  a  calculated  the  dissodation 
constant,  K  =  0.000018.  They  then  compared  their  other  experi- 
mentally determined  values  for  a  with  those  calculated,  assuming 
K  =  0.000  018  a  constant  as  required  by  the  formula.  The  first 
column  (v)  contains  the  number  of  liters  in  which  there  was  one 
molecular  weight  in  grams,  the  second  (at)  the  per  cent  dissodation 
experimentally  found,  the  third  (oti)  the  per  cent  dissociation  cal- 
culated according  to  the  formula. 


V 

«i 

«f 

0.994 

0.402 

0.42 

2.02 

0.614 

0.6 

IS. 9 

1.66 

1.67 

18. 1 

1.78 

1.78 

I  500 

147 

15.0 

3  010 

20.5 

20.2 

7480 

30.1 

30. 5 

IS  000 

40.8 

40.1 

•  Zeitschr.  f.  phys.  Ckem.,  2,  270-283  (1888). 
t  Ihid,  2,  777-781  (1888). 
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There  is  here  an  admirable  correspondence  between  the  deduction 
and  the  facts. 
An  Empirical  Formula  for  Strongly  Dissociated  Substances. 

But  the  formula  does  not  hold  so  well  for  strongly  dissociated  sub- 
stances and  it  has  been  suggested  that,  since  we  can  hardly  call  the 
law  of  mass  action  into  question,  the  mechanism  of  electrolytic  dis- 
sociation may  not  be  just  as  we  imagine  it  in  these  cases. 

M.  Rudolphi  *  suggested  and  van't  Hoff  f  improved  a  purely  empir- 
ical formula  which  appears  to  correspond  with  the  facts  for  strongly 


dissociated  substances.    This  is, 


a' 


=  K, 


In  the  following  table,  imder  Ki  are  values  for  the  dissociation  con- 
stant of  silver  nitrate  (25°)  calculated  according  to  Ostwald's  dilution 
law,  under  K2  values  calculated  according  to  the  Rudolphi-van't 
HoS  formula. 


V 

Kt 

Kt 

16 

0.26 

I. II 

32 

0.19 

1. 16 

64 

0.13 

1.06 

128 

0.091 

1.07 

256 

0.064 

1.08 

512 

0.048 

1.09 

The  inconstancy  of  Ki  and  the  constancy  of  K2  are  apparent. 

Color  of  Ions.  A  dilute  solution  of  sulphuric  add  is  colorless. 
We  assume  it  to  be  partly  dissociated  and  to  contain  IT,  HSO/  and 
SO/'  as  ions.  Therefore  these  ions  must  be  colorless.  A  dilute  solu- 
tion of  CuSOi  is  practically  completely  dissociated  to  Cu*  and  SO4" 
and  it  is  blue.  Therefore  the  copper  ion  must  be  blue.  This  oonclu- 
sion  is  reenforced  by  the  fact  that  dilute  solutions  of  other  copper 
salts  are  blue. 

The  following  is  a  convenient  lecture  experiment  to  show  quali- 
tatively that  dissociation  increases  upon  dilution.  A  solution  of  HCl 
is  colorless,  therefore  both  ions  are  colorless.  A  concentrated  solution 
of  cupric  chloride  is  green.  This  must  be  the  color  of  undissodated 
CuCla.  Add  water  gradually  and  the  green  changes  to  blue,  t.e,,  we 
can  see  that  we  have  less  and  less  of  the  undissodated  CuClj  and 
more  and  more  of  the  copper  ion.    That  this  effect  is  a  necessary 

*  Zeitschr.f.  phys.  Chem.^  17,  385-426  (1895). 
t  Ibid,  18,  300-304  (189s). 
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corollary  from  the  law  of  mass  action  can  be  made  clear  in  the  most 
elementary  classes  by  a  simple  arithmetical  example  based  on  an 
electrolyte  which  dissociates  into  two  ions.  If  Ci  =  concentration 
of  anion,  Ci  =  concentration  of  cation,  and  Cs  =  concentration  of 

C  C 

the  undissodated  substance,  then  -pr^  =  K,    This  is  the  same  as 

Cid  =  KCz,  Suppose  that  at  the  beginning  the  concentrations  are 
such  that  one  liter  contains  8  undissodated  molecules  and  8  ions  of 
each  kind.  The  molecules  plus  the  ions  are  equivalent  to  16  mole- 
cules. Then  S  X  S  =  SK  and  K  =  S.  To  one  liter  of  this  solution 
add  one  liter  of  water.  The  molecules  plus  the  ions  in  one  liter  must 
now  be  equivalent  to  8  molecules  and  Ky  the  constant,  must  remain 
equal  to  8.  Then  C1C2  =  8  C3,  Ci  =  C2,  and  Ci  +  Cs  =  8.  Solving 
these  simultaneous  equations  we  find  Ci  =  4.94,  d  =  4.94,  and 
Cs  =  3.06.  Making  a  series  of  these  calculations  we  obtain  the  fol- 
lowing table: 


Liters. 

c, 

c, 

c, 

I 

8 

8 

8 

One  molecule  to  2  ions 

2 

4-94 

4  94 

306 

One  molecule  to  3.22  ions 

4 

2.93 

2.93 

1.07 

One  molecule  to  5.46  ions 

8 

1.66 

1.66 

0.34 

One  molecule  to  9.79  ions 

16 

0.90 

0.90 

O.IO 

One  molecule  to  18  ions 

etc. 

Numerical  Values  of  Dissociation  Constants.    The  following  is 

a  table  containing  the  numerical  values  of  the  dissodation  constant 

for  some  familiar  adds  and  bases. 

K 

Formic  acid 0.000  214 

Acetic  acid 0.0000180 

Propionic  acid o .  000  013  4 

Glycollic  acid 0.000 152 

Chloracetic  acid o.ooi  55 

Trichloracetic  acid i .  21 

Benzoic  acid 0.000060 

Salicylic  acid o.ooi  02 

p-oxybenzoic  acid o .  000  028  6 

Ammonium  hydroxide 0.000023 

Methylamine 0.00050 

Benzylamine 0.000024 

Aniline o .  000  000  000  1 1 

Strength  of  Acids.    Too  frequently  one  hears  the  teim  strong 
acid  when  concentrated  add  is  meant.    We  should  take  particular 
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pains  to  use  these  terms  in  their  correct  meanings  and  so  avoid  un- 
necessary confusion.  In  physical  chemistry,  at  least,  by  the  strength 
of  an  add  we  mean  a  property  inherent  in  the  nature  of  the  sub- 
stance. To  find  which  is  the  stronger,  we  compare  adds  of  the  same 
concentration,  both  in  equivalent  normal  or  both  in  one-tenth  equiva- 
lent normal  solution,  for  instance:  Having  a  series  of  adds  of  the 
same  concentration,  we  may  allow  equal  volumes  to  act  on  equal 
areas  of  a  metal  at  a  constant  temperature.  That  add  which  will 
dissolve  most  metal  per  unit  time  is  properly  called  the  strongest 
add.  If  we  determine  the  electrical  conductivity  of  these  equivalent 
solutions  we  shall  find  that  that  solution  which  dissolved  the  metal 
fastest  conducts  electridty  best.  The  two  methods  of  comparison 
put  the  adds  in  the  same  order.  We  have  excellent  reasons  for  sup- 
posing that  the  electrical  conductivity  is  a  measure  of  the  dissociation. 
Therefore  we  say  the  strongest  adds  are  those  most  dissodated.  This 
is  one  of  numerous  reasons  we  have  for  ascribing  all  add  properties  to 
the  presence  of  the  hydrogen  ion.  Then  of  course  the  characteristic 
effects  of  adds  are  more  pronounced  the  greater  the  concentration  of 
the  hydrogen  ion. 

The  greater  the  dissociation  constant  the  greater  the  dissociation 
at  a  given  dilution  and  so  the  dissodation  constant  of  an  add  is  a 
numerical  expression  of  its  strength. 

It  was  explained  in  the  last  chapter  that  the  velocity  with  which 
sugar  is  inverted  is  directly  proportional  to  the  concentration  of  the 
hydrogen  ion  present.  Therefore,  adding  equal  volumes  of  equivalent 
solutions  of  adds  and  observing  the  resultant  velodty  of  the  inver- 
sion of  sugar  is  another  method  of  comparing  the  strength  of  adds. 

Division  of  a  Base  between  Two  Acids.  Suppose  we  have 
equivalent  quantities  of  two  acids  in  solution  and  add  a  base,  but 
not  enough  to  neutralize  both.  The  acids  will  compete  for  the  base, 
and  the  stronger  acid  will  get  more  than  the  weaker.  We  have 
several  experimental  methods  for  determining  how  a  base  divides 
itself  under  such  circumstances.  For  instance:  when  equivalent 
quantities  of  the  base  and  one  acid  are  mixed  there  is  a  change  in 
volume;  call  it  a.  When  equivalent  quantities  of  the  base  and  the 
second  add  are  mixed  there  is  a  different  change  in  volume;  call  it 
b.  When  equivalent  quantities  of  both  acids  are  present  and  one 
equivalent  quantity  of  the  base  is  added  there  is  a  volume  change  c, 
which  lies  between  a  and  b.  If  c  is  nearer  a  than  6,  evidently  the  first 
add  got  more  of  the  base  than  the  second.    If  c  is  nearer  b  than 
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a  then  the  second  add  got  the  greater  part  of  the  base.  By  this 
method  also  we  can  then  arrange  adds  in  the  order  of  thdr  strengths.* 
AfSnity  Constants.  All  three  methods  put  the  adds  in  the  same 
order.  In  the  following  table,  in  column  i,  are  results  obtained  by 
determining  how  a  base  divides  itself  between  two  adds;  in  colimm  2 
are  results  obtained  by  determining  the  velodty  of  sugar  inversion; 
in  colunm  3  are  results  obtained  by  determining  the  electrical  con- 
ductivity (dissociation  constant).  In  order  that  the  values  shall  be 
directly  comparable,  in  every  case  the  value  corresponding  to  the 
strongest  add  is  put  equal  to  one  hundred  and  all  other  values  are 
reduced  to  the  same  standard. 


Nitric  acid 

Hydrochloric  acid 

Sulphuric  acid 

Trichloracetic  acid. . . 
Dichloracetic  acid.  . . 
Monochloracetic  acid 

Oxalic  acid 

Succinic  acid 

Tartaric  acid 

Citric  acid 

Formic  acid 

Acetic  acid 


100 
98 

49 
80 

33 

7 

26 

i-S 

SO 
5.0 

3  9 
1.23 


100 
100 
73-2 

75  4 
27.1 

4.8 
18.6 

O-SS 


I  73 

I  53 
0.40 


100 
99  6 

651 
62.3 

253 

4-9 
19.7 

0.58 

2.28 

1.66 

1.68 

0.42 


These  values  are  called  aflSnity  constants.  While  the  numbers  are 
by  no  means  identical,  with  one  exception  the  adds  arrange  them- 
selves in  the  same  order,  whichever  one  of  these  methods  is  used  to 
determine  the  aflSnity  constants. 

The  significance  of  the  table  is  further  increased  by  the  fact  that 
the  catalytic  method  has  been  used,  not  only  with  sugar  inversion, 
but  also  with  the  saponification  of  methyl  acetate  into  acetic  acid 
and  alcohol,  with  the  conversion  of  acetamide  into  ammonium  acetate, 
and  with  the  rate  at  which  caldum  oxalate  is  dissolved,  and  it  always 
puts  these  adds  in  the  same  order. 

*  Other  methods:  Heat  of  neutralization  of  add  No.  i  with  the  base  ==  a. 
Heat  of  neutralization  of  add  No.  2  with  the  same  base  »  b.  Upon  adding  an 
equivalent  quantity  of  base  to  a  mixture  containing  an  equivalent  quantity  of 
both  No.  I  and  No.  2  we  find  a  heat  of  neutralization  r,  lying  between  a  and  b. 
From  these  values  it  is  possible  to  determine  the  distribution  of  the  base.  De- 
termination of  the  specific  refractions  of  the  several  solutions  will  also  furnish 
numerical  values  which  may  be  utilized  for  the  calculation. 


388  THEORETICAL  AND  PHYSICAL  CHEMISTRY 

Aflbiity  Constants  of  Bases.  What  has  been  said  regarding 
adds  applies  to  bases  with  the  single  alteration  that  we  believe  they 
owe  their  characteristic  properties  to  the  presence  of  the  hydroxide 
ion,  OH^y  and  the  strongest  base  is  that  which,  being  most  disso- 
ciated, gives  the  greatest  concentration  of  this  ion.  The  rate  at  which 
equivalent  quantities  of  different  bases  will  saponify  ethyl  acetate 
furnishes  experimental  data  which  enable  us  to  ascribe  to  them  the 
following  affinity  constants. 

Sodium  hydrcvdde loo 

Potassium  hydroxide loo 

Lithium  hydroxide 102 

Thallium  hydroxide 91 

Tetraethylammonium  hydroxide 81 

Ammonium  hydroxide 2 

Ethylamine 12 

Diethylamine 16 

Triethylamine 14 

Aflinity  Constants  in  Other  Solvents  than  Water.  It  is  inter- 
esting that  the  affinity  constants  of  the  ammonimn  bases  when  dis- 
solved in  aniline,  a  solvent  in  which  we  have  reason  to  believe  there 
is  very  little  dissociation,  come  out  in  just  the  same  order  as  in 
water.* 

In  other  solvents  than  water  the  order  of  affinities  of  the  adds  is 
sometimes  different  from  that  just  given.  These  are  interesting  and 
perhaps  significant  facts  but  there  is  not  yet  sufficient  unanimity  as  to 
their  interpretation  to  justify  their  discussion  in  a  book  of  the  scope 
of  this. 

Effect  of  Adding  More  of  One  Ion.  If  we  have  a  solution  of 
a  binary  electrolyte  (by  which  we  mean  a  substance  which,  upon 
dissociation,  gives  two  ions)  in  equilibrium,  and  increase  the  con- 
centration of  one  of  the  ions,  this  must  diminish  the  fraction  disso- 

C  C 
dated.    This  is  evident  from  the  formula  -77-^  =  A',  for  increasing 

the  numerical  value  of  Ci,  the  value  of  C2  must  diminish  and  the 
value  of  Cz  must  increase  as  A'  is  constant.  We  can  increase  the 
concentration  of  one  ion  by  adding  a  concentrated  solution  of  a 
second  electrolyte  which,  upon  dissociation,  gives  an  ion  the  same  as 
one  already  present.  The  applications  of  this  principle  are  numer- 
ous.    Let  us  consider  a  few  of  them. 

*  Goldschmidt  and  Salcher,  Zeitschr.f.  phys.  Chem.y  29,  89-11 8  (1899). 
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Qualitative  Experiments.  The  following  is  a  simple  qualitative 
demonstration  of  the  principle.  Make  a  solution  of  cupric  chloride 
of  such  concentration  that  it  is  neither  blue  nor  green,  and  divide 
it  between  three  test  tubes.  Add  a  few  drops  of  concentrated  HCl 
solution  to  one  and  it  at  once  becomes  greener.  The  addition  of 
the  HCl  much  increased  the  concentration  of  the  CI'  and  so  drove 
back  the  dissociation  of  the  CuCk  and  we  observed  the  green  color 
characteristic  of  the  undissodated  CuCl2. 

To  another  portion  add  a  solution  of  mercuric  nitrate.  The  color 
becomes  more  distinctly  blue.  Some  HgCt  is  formed  and  this,  being 
but  slightly  dissociated,  results  in  a  diminution  of  the  concentration 
of  the  CI'  and  this  reduction  is  inmiediately  followed  by  the  disso- 
ciation of  some  more  CUCI2,  i.e.,  an  increase  in  the  concentration  of 
the  Cu  •. 

Quantitative  Application.  The  application  of  this  principle  was 
first  quantitatively  proved  by  Arrhenius.*  He  measured  the  veloc- 
ity of  inversion  of  sugar  when  a  certain  concentration  of  acetic 
acid  was  present.  He  then  added  sodium  acetate  and  found  the 
velocity  was  much  diminished.  As  has  been  stated  several  times,  the 
velocity  with  which  sugar  is  inverted  is  directly  proportional  to 
the  concentration  of  the  hydrogen  ion  present.  Sodium  acetate  has 
the  same  anion  as  acetic  add  and  increasing  its  concentration  must 
then  have  diminished  the  dissociation  of  the  acetic  acid  and  so  the 
concentration  of  the  hydrogen  ion.  From  the  velocities  Arrhenius  cal- 
culated these  concentrations  and  found  they  corresponded  with  those 
calculated  by  the  equilibrium  formula. 

Reduction  of  Acidity  by  the  Addition  of  a  Neutral  Salt.  It 
often  happen^,  particularly  in  analytical  processes,  that  we  wish  to 
have  a  solution  just  barely  add.  We  may  produce  this  condition 
by  adding  a  small  quantity  of  an  acid,  or  we  may  diminish  the  con- 
centration of  the  hydrogen  ion  already  present  by  adding  to  the 
solution  a  neutral  salt  of  that  same  acid.  The  concentration  of  the 
anion  is  thus  increased  and  the  dissodation  of  the  add  correspond- 
ingly diminished. 

We  may  reduce  the  basidty  of  a  solution  in  the  same  way.  Sup- 
pose the  solution  contains  a  quantity  of  a  weak  (relatively  little  dis- 
sociated) base.  We  add  a  solution  of  a  salt  which,  upon  dissociation, 
gives  the  same  cation  as  the  base.  Thus  increasing  the  concen- 
tration of  the  cation  drives  back  the  dissociation  of  the  base  and 

*  ZcUschr.  /.  phys.  Chem,,  5,  z-32  (1890). 
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diminishes  the  concentration  of  the  OH^  to  which  the  base  owes  its 
characteristic  properties. 

Hydrolysis*  Sodium  carbonate  in  water  solution  gives  an  alka- 
line reaction,  ferric  chloride  in  water  solution  gives  an  add  reaction, 
potassium  cyanide  in  water  solution  gives  an  alkaline  reaction  and 
smells  of  hydrocyanic  add.  Many  such  cases  are  known.  The 
most  plausible  explanation  is  that  these  substances  enter  into  reaction 
with  the  water,  giving  new  substances  not  originally  present.  We  say 
they  have  undergone  hydrolysis. 

Water  is  supposed  to  be  slightly  dissodated;  according  to  Kohl- 
rausch's  measurements  ii  oooooo  liters  of  water  at  i8^  contain  one 
formula  weight  of  hydrogen  ion  and  one  formula  weight  of  hydroxide 
ion.  Equilibrium  exists  between  the  ions  and  the  not  dissociated 
substance  and  if  we  denote  the  concentration  of  the  IT  with  Ci, 
that  of  the  OH'  with  C2,  and  that  of  the  undissodated  water  with  C% 

C  C 
we  have  -;—-  =  Kiy  and  Ki  is  an  exceedingly  small  quantity. 

When  we  dissolve  one  of  these  substances  we  also  have  equilibrium 
between  it  and  its  ions.  Let  us  develop  the  reasoning  using  potas- 
sium cyanide  solution  as  an  example.    We  have  —p; =  Ki,  and 

Ckcn 

K2  is  a  large  quantity  for  KCN  is  much  dissodated. 

Now,  in  the  solution,  we  have  hydrogen  ion  due  to  the  water  and 
cyanide  ion  (CN')  due  to  the  salt.  According  to  the  generally  accepted 
idea,  anything  that  can  form  ^ill  form  until  a  condition  of  equilibrium 
is  reached.    Therefore  some  not  dissociated  hydrocyanic  acid  forms  and 

we  have  — ^ =  Kz,    The  value  of  Kz  is  small  for  hydrocyanic 

Chcn 

add  is  a  weak  add  and  but  little  dissodated. 

The  removal  of  the  hydrogen  ions  and  of  cyanide  ions  in  this 
way  to  form  undissodated  hydrocyanic  acid  diminishes  the  concen- 
trations of  these  ions  and  upsets  the  other  two  equilibria,  necessi- 
tating the  dissociation  of  more  water  and  of  more  potassium  cyanide. 
This  increases  the  concentrations  of  the  potassium  ion  and  of  the 
hydroxide  ion  and  gives  us,  in  effect,  a  solution  of  potassium  hydroxide, 
for  that  substance  on  dissohing  we  assume  dissodates  to  potassium 
ion  and  hydroxide  ion. 

We  may  express  this  as  a  reaction: 

K"  +  CN'  +  H  +  OH'  =  K-  +  OH'  +  HCN, 
which  makes  evident  the  plausibility  of  the  explanation. 
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The  add  reaction  of  ferric  chloride  for  instance  is  equally  simply 
explained.  Ferric  hydroxide  is  a  weak  base,  but  little  dissociated. 
Hydrolysis  produces  not  dissociated  ferric  hydroxide  and  free  hydro- 
chloric add,  hence  the  add  reaction.    We  may  write: 

Fe"  +3Cl'  +  3ir  +30H'  =  Fe(OH)s  +  3  IT  +  3  CI'. 

Theory  of  Indicators.  An  indicator,  as  is  well  known,  is  a  sub- 
stance which  undergoes  a  marked  color  change  when  the  solution 
containing  it  changes  from  add  to  alkaline,  or  the  converse.  Litmus, 
phenolphthalein,  and  methyl  orange  are  three  of  the  most  used  indi- 
cators, but  over  a  hundred  different  substances  may  be  so  used. 
These  indicators  are  rather  weak  adds  or  bases,  that  is,  but  slightly 
dissodated  in  water  solution;  their  K  values  are  small  numbers.  In 
order  to  be  useful  as  an  indicator,  the  anion  in  case  of  an  add,  or  the 
cation  in  case  of  a  base,  must  be  intensely  colored;  or,  more  generally, 
there  must  be  a  marked  color  difference  between  the  solution  of  the 
undissodated  substance  and  the  solution  containing  its  ions. 

Let  us  develop  the  reasoning  using  phenolphthalein  as  an  illustra- 
tion. In  acid  solution  this  is  colorless,  in  alkaline  solution  it  shows 
the  familiar  brilliant  red.  Phenolphthalein  is  a  very  weak  add 
which  we  may  represent  by  HA.  HA  is  colorless,  H*  is  colorless,  but 
A'  is  an  intense  red.  In  neutral  solution  the  concentration  of  A'  is 
so  very  small  we  do  not  see  it,  nevertheless  equilibrium  exists  which 
we  may  represent  by  HA  ?=^  IT  +  A'.  Adding  an  add  increases  the 
concentration  of  the  IT  and  drives  the  dissodation  of  HA  yet  fur- 
ther back.  Adding  an  alkali  increases  the  concentration  of  the  OH' 
always  present  in  at  least  minute  quantities  due  to  the  slight  disso- 
ciation of  water.  Now  in  every  solution  some  of  everything  possible 
must  be  present  and  every  equilibrium  must  be  satisfied.  Hydrogen 
ions  are  present  due  to  the  slight  dissociation  of  the  phenolphthalein, 
and  if  hydroxide  ions  are  introduced  they  must  combine  with  the  H* 
ions  to  form  not  dissodated  water.  This  upsets  the  equilibrium  rep- 
resented in  the  reaction  and  more  HA  must  dissodate.  The  H*  so 
added  may  combine  ^ith  more  OH'  until  a  new  equilibrium  estab- 
lishes itself.  This  new  equilibrium  corresponds  to  a  much  larger 
concentration  of  A'  and  so  we  see  the  characteristic  red  color. 

This  method  of  regarding  indicators  also  gives  us  plausible  reasons 
for  their  unsatisfactory  behavior  under  certain  drcumstances  and, 
what  is  more  useful,  enables  us  to  select  the  indicator  best  suited  for 
a  given  titration.    We  have  learned  from  countless  experiments  that 
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salts  of  either  strong  acids  or  strong  bases,  or  both,  are  much  dis- 
sociated, while  salts  of  weak  adds  with  weak  bases  are  but  slightly 
dissociated.  Now  if  we  add  some  ammonium  hydroxide  (a  weak 
base,  see  table  of  dissociation  or  aflSnity  constants  on  p.  388)  to 
phenolphthalein,  we  obtain  the  characteristic  bright  red  color.  In 
this  solution  we  have  IT,  NH4*,  OH',  and  A'  ions  and  undissociated 
HA,  NH4OH,  and  NH4A.  One  equilibrium  exists  between  NH4* 
and  A'  on  the  one  hand  and  NH4A  on  the  other,  and  it  is  such  that 
a  perceptible  quantity  of  A'  is  present.  If  to  this  solution  we  add 
some  NH4CI  the  color  disappears.  According  to  our  theory  this 
increases  the  concentration  of  the  NH4*  which  pushes  back  the  dis- 
sociation of  NH4A,  thus  removing  A'  from  the  solution  until  its  color 
is  no  longer  perceptible. 

The  salt  NH4A  is  so  slightly  dissociated  that  hydrolysis  occurs 
giving  NH4OH  and  HA,  so  there  must  be  some  little  excess  NH4OH 
present  before  the  characteristic  color  shows.  Thus  the  "  end  point  " 
does  not  appear  at  the  right  place  and  we  can  see  why  this  indicator 
is  not  suited  for  use  in  titrations  of,  or  with,  NH4OH. 

If  we  have  to  titrate  a  weak  base  such  as  NH4OH  we  should  use  a 
stronger  acid  than  phenolphthalein  as  an  indicator.  Paranitrophe- 
nol  is  a  stronger  add,  colorless  as  such  or  in  add  solution;  its  anion 
is  a  greenish  yellow.  Its  ammonium  salt,  being  a  salt  of  a  stronger 
add  than  phenolphthalein,  is  less  hydrolyzed  and  so  the  "  end  point  " 
comes  more  nearly  where  it  should. 

We  may  generalize  from  these  facts.  When  we  have  to  titrate  a 
weak  acid  or  base  we  must  use  as  indicator  a  stronger  acid  or  base 
than  is  otherwise  necessary.  Of  course  we  must  not  use  too  strongly 
dissociated  a  substapce  either,  for  then  we  should  have  the  color 
change  too  far  the  other  side  of  the  true  end  point. 

A  thorough  discussion  of  only  the  most  used  indicators  would  re- 
quire more  space  than  we  can  afford  to  give  it.  Enough  has  been 
said  to  show  how  their  behavior  may  be  interpreted  in  the  light  of 
the  law  of  mass  action  and  our  equilibrium  formulae. 

Recent  investigations  cast  doubt  on  the  applicability  of  the  disso- 
ciation theory  to  some  indicators.*  In  several  cases  it  seems  more 
reasonable  to  suppose  that  the  color  change  is  due  to  a  change  in  the 
structure  of  the  molecule  of  the  indicator.  But  whether  this  be  so 
or  not  in  no  wise  alters  the  applicability  of  the  law  of  mass  action. 
In  place  of  an  equilibrium  between  a  not  dissociated  substance  and 

*  See,  for  example,  J.  Stieglitz,  Jour.  Am.  Chtm.  Soc.  25,  1112-1127  (1903). 


EQUILIBRIA  IN  CHEMICAL  REACTIONS  393 

its  ions  we  have  only  to  substitute  equilibrium  between  molecules  of 
one  structure  and  those  of  another.* 

Homogeneous  Equilibrium  in  a  Solid  Phase.  Since  we  have 
solid  solutions  it  is  reasonable  to  suppose  reactions  occur  and  reach 
conditions  of  equilibrium  in  one  homogeneous  solid  phase.  Owing 
to  the  slowness  of  diflfusion,  however,  it  would  be  very  diflScult  to 
measure  the  velocity  of  such  reactions.  Spring  f  found  that  equimo- 
lecular  quantities  of  solid  barium  carbonate  and  sodium  sulphate  re- 
acted upon  being  shaken  together  (much  faster  under  high  pressures) 
and  reached  equilibrium  when  about  four-fifths  of  the  barium  car- 
bonate had  become  barium  sulphate.  Starting  with  barium  sulphate 
and  sodium  carbonate,  about  one-fifth  of  the  barium  sulphate  became 
barium  carbonate.  In  other  words  the  same  equilibrium  conditions 
were  reached  from  either  side. 

Transformations,  changes  from  one  crystal  form  to  another,  and  the 
gradual  crystallization  of  an  amorphous  solid  may  be  considered  as 
heterogeneous  reactions  which  may  result  in  equilibria  between  two 
solid  phases. 

Chemical  Equilibria  in  Heterogeneous  Systems.  Let  us  now 
consider  a  few  instances  of  equilibrium  in  heterogeneous  systems. 
Whether  they  should  be  called  physical  or  chemical,  or  a  combina- 
tion of  the  two,  is  of  minor  importance  for  the  underlying  principle  is 
always  the  same. 

Equilibrium  between  a  Saturated  Solution  and  an  Excess  of 
the  Solid*  When  we  make  a  solution  of  common  salt  we  consider 
that  equilibrium  exists  between  the  ions  and  undissociated  salt. 
If  Ci  is  the  concentration  of  the  cations,  C2  the  concentration  of  the 
anions  and  C3  the  concentration  of  the  undissociated  salt,  C1C2  =KiCz. 
If  the  solution  is  saturated  and  an  excess  of  the  solid  is  present  we 
have  a  second  equilibrium  and  imagine  that  solid  salt  is  dissolving  at 
the  same  rate  that  undissociated  salt  is  precipitating.  If  C4  is  the 
concentration  of  solid  salt,  then  C3  =  CiKz.  Since  the  concentration 
of  a  solid  is  a  constant,  Cz  =  Kz.  Cz  cannot  then  exceed  a  definite 
maximum.  Anything  which  would  tend  to  increase  Cz  above  this 
maximum  must  cause  a  precipitation  of  solid  salt.  Anything  which 
would  tend  to  diminish  Cz  must  result  in  more  of  the  solid  dissolving. 

*  For  a  full  discussion  of  indicators,  the  various  theories,  and  numerous  ref- 
erences to  the  voluminous  literature  see  "Der  Stand  der  Indikatorf rage, "  by 
A.  Thiel  or  Ahrens'  "  Sanmilung  Chemischer  und  chemisch-technischer  Vortragc," 
Vol.  16,  pp.  307-422  (191 1). 

t  BuUetin  de  la  Societi  Chimique,  46,  299  (1886). 
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Solubility  Product.  Since  there  is  a  maximum  value  for  d  and 
Ki  is  a  constant,  there  is  a  maximum  value  which  the  product  of  the 
concentrations  of  the  ions  can  assume  without  causing  precipitation. 
This  maximum  value  is  called  the  solubility  product. 

This  simple  reasoning  furnishes  us  with  satisfactory  explanations 
of  a  number  of  well-known  phenomena  and  has  value  in  that  it  indi- 
cates how  we  may  cause  precipitation  or  solution  to  occur  as  desired. 
Let  us  illustrate  this  with  a  few  definite  examples. 

The  Solid  which  Precipitates  First.  If  we  mix  solutions  we  con- 
sider that  we  have  some  of  every  possible  substance  in  the  resultant 
solution.  For  instance,  if  we  mix  a  solution  of  common  salt  and  a 
solution  of  potassium  nitrate,  we  consider  that  we  have,  not  only 
undissodated  NaCl  in  equilibrium  with  its  ions  and  KNOa  in  equi- 
librium with  its  ions,  but  also  KCl  and  NaNOa  in  equilibrium  with 
their  ions.  Upon  evaporation  that  solid  will  precipitate  first  whose 
solubility  product  is  first  reached.  This  is  the  only  plausible  expla- 
nation we  have  of  the  fact  that  we  do  actually  obtain  the  same  results 
whether  we  make  the  original  solutions  from  NaCl  and  KNOs  or  from 
KCl  and  NaNOj. 

When  we  add  a  solution  of  AgNOs  to  a  solution  of  NaCl,  AgCl  pre- 
cipitates. We  say  that  of  all  possible  solids  this  has  the  smallest 
solubility  product;  its  numerical  value  is  so  small  it  is  almost  sure  to 
be  exceeded.  But  we  may  make  the  solution  so  dilute  that  precipi- 
tation does  not  occur,  and  it  is  in  fact  solely  a  question  as  to  whether 
the  solubility  product  is  exceeded  or  not. 

Mixing  Solutions  with  a  Common  Ion.  Make  equivalent  solu- 
tions of  BaCk  and  of  Na2S04  of  such  dilution  that  upon  mixing  equal 
volumes,  BaS04  just  fails  to  precipitate.  To  a  portion  of  the  mixture 
add  a  little  of  a  concentrated  solution  of  any  soluble  sulphate  and 
BaS04  precipitates.  To  another  portion  of  the  mixture  add  a  little 
of  a  concentrated  solution  of  any  soluble  barium  salt  and  BaS04 
precipitates.  In  the  first  case  we  increased  the  concentration  of  the 
SO4"  until  the  solubility  product  was  exceeded,  in  the  second  we 
increased  the  concentration  of  the  Ba"  until  the  same  thing  occurred. 

Make  a  saturated  solution  of  KCIO3  and  to  it  add  a  few  drops  of  a 
concentrated  solution  of  KCl.  Some  KCIO3  will  precipitate,  for  this 
addition  increased  the  concentration  of  the  K*,  and  so  caused  the 
solubility  product  to  be  exceeded.  To  some  more  of  the  saturated 
solution  of  KCIO3  add  a  few  drops  of  a  concentrated  solution  of 
NaClOs  and  again  KCIO3  precipitates.    This  time  we  increased  the 
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concentration  of  the  CIO3'  until  the  solubility  product  was  exceeded. 
Instances  of  this  sort  might  be  multiplied  almost  indefinitely.  We 
may  extract  a  useful  generalization  from  this.  The  solubility  of  a 
given  salt  is  always  diminished  by  the  presence  of  a  second  salt  with 
a  common  ion. 

Formulation.  We  may  formulate  these  principles  as  follows: 
Let  Wo  =  solubility  of  a  binary  electrolyte  in  water,  expressed  in 
gram-equivalent  weights  per  liter.  Let  w  =  its  solubility  after  the 
addition  of  the  quantity  x  of  a  second  binary  electrolyte  with  a  com- 
mon ion.  Let  a©  =  the  fraction  of  the  original  substance  dissociated 
before  the  addition,  and  a  =  the  fraction  dissociated  after  the  ad- 
dition. Let  at  =  the  fraction  of  the  added  substance  dissociated. 
Then  w©  (i  —  ao)  =  quantity  of  original  substance  not  dissociated 
before  the  addition,  and  m{i  —  a)  =  quantity  of  original  substance 
not  dissociated  after  the  addition.  In  order  that  equilibrium  shall 
be  maintained  between  the  excess  solid  and  the  dissolved  but  not 
dissociated  substance,  the  quantity  of  the  latter  must  remain  the 
same,  or  wo  (i  —  ao)  =  w  (i  —  a).  In  order  that  the  other  equilibrium 
between  the  undissociated  substance  and  its  ions  shall  be  maintained 
the  product  of  the  ions  must  remain  constant.  The  concentration 
of  each  ion  before  the  addition  is  Woa©  and  the  product  is  therefore 
(moaoY.  After  the  addition  the  concentration  of  one  ion  is  ma  and 
that  of  the  other  is  ma  +  xai.  Therefore,  (woao)^  =  ma(ma  +  xai). 
Solving  these  equations  for  m  we  have: 

I  — ao         J  xai  ,  .  /     -ofo^  ,  xW 

m  =  mo and    m  = {-X/mo^—z-i r-- 

I  —  a  2a~  a*4a^ 

We  can,  then,  calculate  quantitatively  what  the  solubility  of  a  sub- 
stance will  be  after  the  addition  of  a  known  quantity  of  a  second 
electrolyte,  from  a  knowledge  of  its  solubility  in  pure  water  and  of  the 
degrees  of  dissociation.  The  latter  may  be  determined  by  the  con- 
ductivity method.* 

Exceptions.  There  are  cases  where  the  facts  do  not  correspond 
to  the  deductions  from  the  solubility  product.  We  cannot  imagine 
that  the  fault  lies  with  the  premises  of  the  law  of  mass  action,  nor 
in  our  method  of  formulating  equilibria.    We  must  therefore  believe 

*  A.  A.  Noyes  has  proved  that  this  formulation  corresponds  well  with  the  facts 
in  a  number  of  cases.  See,  Zeitschr.  f.  phys.  Chem.,  6,  241-267  (1890),  and  ibidj 
9,  603-632  (1892).  The  application  of  the  same  principles  to  salts  which  upon 
dissociation  give  three  ions  is  discussed  by  Noyes,  Zeilsch.  f.  phys.  Chem.y  26, 152- 
158  (1898). 
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the  cause  of  the  divergence  is  to  be  found  in  our  assumptions  as  to 
how  dissociation  takes  place  in  these  cases.  The  formation  of  com- 
plex ions  for  example  upsets  our  calculations. 

Complex  Ions.  If  we  add  silver  nitrate  to  a  solution  of  KCIO3 
we  do  not  get  a  precipitate  of  AgCl.  Chlorine  is  present,  but  is  a 
part  of  the  complex  ion  ClOs'  and  the  appearance  of  AgCl  is  evidently 
a  test  for  the  presence  of  CI',  not  for  the  element  chlorine. 

Add  a  solution  of  potassium  thiocyanate  to  a  solution  of  ferric 
chloride  and  we  obtain  a  red  color.  Add  it  to  a  solution  of  potas- 
sium ferro-  or  ferricyanide  and  we  get  no  red  color.  It  is  a  test  for 
the  presence  of  the  Fe"*  and  not  for  the  element  iron.  The  iron  is 
present  in  the  ferrocyanide  as  part  of  the  complex  ion,  Fe(CN)6"", 
and  in  the  ferricyanide  as  part  of  the  complex  Fe(CN)6'". 

The  addition  of  KNOj  should  lower  the  solubility  of  Pb(N08)2  but 
the  reverse  effect  is  actually  found.  Noyes  (loc.  cU.)  was  able  to 
account  for  this*  on  the  basis  of  the  formation  of  complex  ions.  The 
subject  is  one  of  considerable  importance  in  qualitative  and  quan- 
titative analysis  and  should  be  taken  up  in  detail  in  that  connection. 

Increasing  the  Solubility.  The  very  same  principles  furnish  a 
plausible  explanation  of  the  fact  that  some  substances  are  more 
soluble  in  solutions  of  other  substances  than  in  pure  water. 

Add  some  NH4OH  to  a  solution  of  MgCl2  and  Mg  (0H)2  precipi- 
tates. Add  a  solution  of  NH4CI  and  this  predpitate  redissolves. 
The  explanation  is  as  follows:  When  the  precipitation  occurred  the 
solubility  product  CMg--  xCqh'*  had  been  exceeded.  The  OH'  came 
from  the  relatively  little  dissociated  NH4OH.  The  addition  of  NH4CI, 
a  much  dissociated  salt,  greatly  increased  the  concentration  of  the 
NH4'.  This  drove  back  the  dissociation  of  the  NH4OH.  The  for- 
mation of  not  dissociated  XH4OH  removed  OH'  from  the  solution 
until  the  product,  CMg--  X  Cqh'^,  was  less  than  the  solubility  product 
of  Mg(0H)2,  when,  of  course,  the  solid  redissolved  to  reestablish  the 
equilibrium. 

Add  a  solution  of  sodium  tartrate  to  a  solution  of  a  calcium  salt 
and  calcium  tartrate  precipitates.  Add  a  solution  of  tartaric  acid  to 
the  same  solution  of  a  calcium  salt  and  no  precipitate  results.  The 
explanation  is  as  follows:  Sodium  tartrate  is  strongly  dissociated  so 
that  in  a  solution  of  this  substance  the  concentration  of  the  tartrate 
ion  is  large  and  this,  multipled  by  the  concentration  of  the  calcium 
ion,  exceeds  the  solubility  product  of  calcium  tartrate,  which  then 
precipitates.    Tartaric  acid  is  a  weak  acid,  but  slightly  dissociated, 
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and  thus  a  solution  of  this  substance  contains  but  a  relatively  small 
concentration  of  tartrate  ion.  This  small  concentration  multiplied  by 
the  concentration  of  the  caldum  ion  does  not  exceed  the  solubility 
product  of  caldum  tartrate  and  therefore  there  is  no  predpitation. 

Suppose  we  have  a  saturated  solution  of  the  difficultly  soluble  salt, 
add  potassium  tartrate,  and  add  a  strong,  that  is  to  say,  a  strongly 
dissodated  add.  The  hydrogen  ions  thus  brought  into  the  solution 
unite  with  tartrate  ions  to  form  imdissodated  tartaric  add.  This 
diminishes  the  concentration  of  the  tartrate  ion  and  more  add  potas- 
sium tartrate  dissodates.  The  equiUbrium  thus  destroyed  reestab- 
lishes itself  only  when  more  of  the  salt  goes  into  solution. 

According  to  our  fundamental  prindples  the  solubility  of  aluminium 
hydroxide  should  be  diminished  in  the  presence  of  sodium  hydrox- 
ide owing  to  the  presence  of  the  OH'  common  to  both  substances, 
but  as  a  matter  of  fact  aluminium  hydroxide  is  soluble  in  an  excess 
of  either  NaOH  or  KOH.  The  plausible  explanation  is  that  a  com- 
plex ion  forms  in  a  way  which  may  be  represented  by  the  reaction, 

OH'  +  Al(OH)s  =  A10(0H)2'  +  H2O. 

Dissociation  of  Complex  Ions.  Silver  cyanide  dissolves  in  a 
solution  of  KCN  and  we  have  reasons  to  believe  the  solution  con- 
tains K'  and  the  complex  Ag(CN)2'.  This  explains  the  fact  that 
adding  NaCl  to  the  solution  does  not  cause  a  predpitation  of  AgCl.  j 
But  if  we  run  HjS  into  this  solution  we  may  get  a  precipitate  of  Ag2S. 
We  account  for  this  by  assuming  that  the  complex  ion  is  very  slightly 
dissociated  giving  Ag'  and  2  CN'.  The  concentration  of  the  Ag' 
resulting  from  this  dissociation  is  so  small  that  the  small  solubility 
product  of  AgCl  is  not  exceeded.  But  the  solubility  product  of  Ag2S 
is  yet  smaller  and  is  exceeded  upon  addition  of  H2S. 

Heterogeneous  Chemical  Equilibria  between  Solids  and  Gases. 
Ammonium  chloride  upon  being  heated  vaporizes  and  dissociates  in 
large  measure  to  NHa  and  HCl.  We  have  then  a  homogeneous 
equilibrium  in  the  gaseous  phase  in  contact  with  an  excess  of  the 
solid.  This  amounts  to  a  heterogeneous  physical  equilibrium  super- 
imposed on  a  homogeneous  chemical  equilibrium.  Thus  analyzed 
it  is  seen  to  consist  of  factors  already  considered.  For  the  equi- 
librium between  NHa  and  HCl  on  the  one  hand  and  gaseous  but 

not  dissodated  NH4CI  on  the  other,  we  may  write  -^ =  Ki. 

CNH4agM 

For  that  between  solid  and  gaseous,  but  not  dissodated,  NH4CI  we 


\ 
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may.  write,  -p, — i— ei  =  Kt.    As  CNH4C1  solid  is  a  constant,  the  latter 

CNH4CI  solid 

expression  becomes,  CNH4a  cm  =  -^s.    Then 

*-r=z =  Kx    or    Cnh,  X  Chq  =  ^4. 

As 

Dissociation  Pressure.  The  concentrations  of  gases  are  measured 
by  their  partial  pressures  and  so,  if  p\  is  the  partial  pressure  of  NHj 
and  ^  the  partial  pressure  of  HCl,  p\^  =  Kk^  This  product  of  the 
partial  pressures  of  the  products  of  the  dissociation  is  then  a  con- 
stant, called  the  dissociation  pressure. 

This  product  is  in  principle  the  same  as  the  solubility  product. 
We  might  call  it  a  dissociation  product.  If  we  increase  the  concen- 
tration of  either  NHs  or  HCl  the  product  is  increased,  the  equilibrium 
is  upset  and  solid  must  form.  Diminish  the  concentration  of  either 
NHa  or  HCl  and  more  solid  must  vaporize  and  dissociate. 

If  we  add  CaO  to  the  system  this  combines  with  the  HCl,  diminishes 
the  partial  pressure  of  the  latter,  diminishes  the  '^  dissociation  prod- 
uct "  and  more  NH4CI  must  dissociate.  In  this  way  a  large  quan- 
tity of  NHs  must  accumulate  and  so  we  see  why  an  alkali  "  drives 
ofif  "  much  NHa  from  an  ammonium  salt. 

If  we  add  phosphoric  anhydride  (PjOs)  to  the  system,  this  unites 
with  the  NHs  and  a  large  excess  of  HCl  gas  is  the  logical  and  actual 
consequence. 

NH4HS  vaporizes  and  dissociates  to  NH3  and  H2S  and  the  same 
reasoning  applies  without  modification.  Experimental  investigations* 
have  proved  that  the  dissociation  pressure  does  remain  constant 
within  the  limits  of  experimental  error,  no  matter  how  the  concen- 
trations of  NHs  and  of  H2S  are  altered. 

Solid  ammonium  carbamate,  NH4OCONH2,  vaporizes  and  disso- 
ciates to  2  NH3  +  CO2.  If  C\  is  the  concentration  of  the  carbamate 
as  a  gas,  C2  the  concentration  of  QQh,  and  C3  the  concentration  of 

C2C3^ 

NH3,  our  general  formulation  gives  the  expression  -77-  =  A",  and  the 

*'  dissociation  product  "  contains  the  square  of  the  concentration  of 
NH3.  An  increase  in  the  concentration  of  the  NH3  must  then  throw 
back  the  dissociation  much  more  than  an  equal  increase  in  the  con- 
centration of  the  CO2.  This  deduction  too  has  been  experimentally 
proven  to  be  correct.f 

♦  Isambert,  Compt.  Raid.,  102,  13 13  (1886). 
t  Hoxstmann,  Liebig^s  Annal.,  187,  48  (1877). 
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Upon  heating  calcium  carbonate  we  obtain  lime  and  carbon  dioxide. 
CaC08;=^CaO  +  C02.  Equilibrimn  is  reached  between  these  two 
soUds  and  this  gas  when  the  concentration  of  the  CO2  has  reached  a 
definite  value.  This  value  is  greater  the  higher  the  temperature,  and 
is  of  course  measured  by  its  pressure.  This  pressure  is  called  the 
dissociation  pressure  of  calcium  carbonate.  Le  Chatelier*  investi- 
gated this  case  and  following  are  some  of  the  dissociation  pressures 
which  he  determined,  expressed  in  mm.  of  mercury. 

547"       62s  ^^       74o«       81  a*'         865 « 
27  56  255  753  1333 

At  ordinary  temperatures  the  dissociation  pressure  is  so  low  that 
lime  in  contact  with  air  takes  up  some  of  the  carbon  dioxide  always 
present. 

If,  at  any  definite  temperature,  we  compress  the  system  and  so 
increase  the  pressiure  of  the  CO2  above  the  dissociation  pressiure  for 
that  temperature,  CO2  will  unite  with  CaO  to  form  CaCOs  until  the 
original  pressure  is  reestablished.  If  we  continue  to  compress,  en- 
deavoring to  mountain  the  higher  pressure,  the  CO2  will  disappear 
entirely.  Conversely,  if  we  expand  the  system,  more  CaCOs  will 
dissociate  fiunishing  more  CO2  until  the  equilibrium  pressure  is  re- 
established. If  we  continue  the  expansion,  endeavoring  to  maintain 
the  lower  pressiure,  all  the  CaCOs  will  vaporize  and  dissociate. 

These  are  the  experimental  facts  and  they  correspond  well  with  the 
following  deduction  from  our  general  formula.  If  Ci  is  the  concen- 
tration of  CaCOs,  C2  the  concentration  of  CaO,  and  Cz  the  concentra- 

CjCs 
tion  of  CO2,  we  may  write  -pj—  =  K.    But  the  concentrations  of  solids 

Ci 

are  constants  and  so  Ci  and  d  may  be  included  in  K  and  we  have 

Ct  =  Ki,    This  tells  us  that  for  equilibrium  at  each  temperature  there 

is  one,  and  only  one,  possible  concentration  of  COj. 

From  this  discussion  we  get  the  very  practical  hint  that  in  "  burn- 
ing "  limestone  to  make  lime  it  hastens  the  process  materially  to  blow 
a  ciurent  of  air  or  other  indifferent  gas  over  the  limestone  while  it  is 
being  heated,  to  keep  low  the  pressure  of  COj. 

Looking  at  this  system  from  the  kinetic  molecular  standpoint  one 
might  at  first  think  we  could  alter  the  equilibrium  by  adding  more 
of  one  of  the  solids.  For  instance,  one  might  think  that  adding 
CaO,  some  of  the  CO2  present  would  unite  with  it  to  establish  an 

*  Compi,  Rmd,,  loa,  1243  (1886). 


400  THEORETICAL  AND  PHYSICAL  CHEMISTRY 

equilibrium  in  this  freshly  added  mass,  or  that  adding  CaCOs,  a  pro- 
portion of  this  addition  would  dissociate  as  did  that  originally  present. 
It  has  been  experimentally  proved  that  neither  of  these  things  happens 
if  the  volume  and  pressure  of  the  COj  is  not  altered.  For  each  tem- 
perature there  is  one  definite  pressure  (concentration)  of  CO2  and  we 
must  make  our  theories  fit  these  facts. 

This  is  easily  done.  We  assume  that  every  solid  has  a  vapor  pres- 
sure though  it  may  be  so  small  we  cannot  measure  it.  Then  we  have 
solid  CaCOs  in  equilibrium  with  gaseous  CaCOs  and  solid  CaO  in 
equilibrium  with  gaseous  CaO.  The  concentrations  of  these  gases  are 
entirely  independent  of  the  absolute  quantities  of  the  solids  present, 
a  general  proposition  carefully  developed  from  experimental  evidence 
in  the  chapter  on  vapor  pressure.  The  chemical  equilibrium  may 
then  be  considered  as  establishing  itself  in  the  gaseous  phase.  The 
concentrations  of  two  of  the  gases  being  held  automatically  constant 
by  the  presence  of  excess  of  the  two  solids,  the  concentration  of  the 
third  must  be  fixed.    This  is  the  experimental  fact  we  had  to  explain. 

It  would  be  well  to  follow  this  reasoning  thoughtfully  as  it  brings 
out  the  true  significance  of  the  statement  that  the  concentration  of 
a  solid  may  always  be  treated  as  a  constant  in  such  formulations. 

Water  of  Crystallization.  If  CuS04.5  HsO  is  in  a  sealed  tube  con- 
taining no  water  vapor  it  will  decompose  according  to  the  reaction 
CuS04.5H20^CuS04.3H20  +  2H20  until  the  water  vapor  has  at- 
tained a  definite  pressure  for  a  definite  temperature.  At  50°  this  pres- 
sure is  47  mm.  and  it  is  just  like  the  other  dissociation  pressures  we 
have  been  discussing.  Add  water  vapor  to  the  system,  endeavoring 
to  increase  this  pressiure,  and  CUSO4.5H2O  will  form.  Remove  water 
vapor  and  more  CUSO4.5H2O  will  decompose.  As  long  as  any  of 
that  phase  remains  we  cannot  permanently  alter  the  pressure  of  the 
water  vapor.  If,  however,  we  continue  to  remove  water  vap)or  until 
all  CUSO4.5  H2O  has  gone,  we  can  then  lower  the  pressure  gradually. 
But  presently  we  come  to  another  "  sticking  point,''  at  a  pressure 
of  29.8  mm.  for  50°.  Investigation  will  show  that  this  is  the  vap)or 
pressure  (dissociation  pressure)  of  CUSO4.3H2O  which  dissociates  simi- 
larly, according  to  the  reaction;  CuS04.3  H2O  t^  CUSO4.H2O  +  2  H2O. 
Continuing  to  remove  water  vapor  its  pressure  remains  constant 
imtil  all  CUSO4.3  H2O  has  decomposed.  Then  first  can  we  gradually 
lower  the  water-vapor  pressure.  As  we  do  so  we  come  to  a  third 
and  last  "  sticking  point,'*  at  4.4  mm.  at  50°.  This  is  the  dissocia- 
tion pressure  of  CuS04'H20.    It  decomposes  to  maintain  the  constant 
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pressure  as  long  as  any  remains.  When  it  is  all  gone  we  have  the 
anhydrous  salt  and  may  lower  the  water- vapor  pressure  gradually  to 
zero. 

The  same  principle  applies  to  all  salts  with  water  of  crystallization 
and  determining  the  number  of  different  definite  water-vapor  pres- 
sures obtained  as  we  slowly  dehydrate  is  a  way  to  determine  the 
number  of  salts  with  different  amounts  of  water  of  crystallization 
which  exist.* 

Efflorescence.  CUSO4.5H2O  does  not  ordinarily  eflSoresce,  be- 
cause, as  a  rule,  there  is  enough  water  vapor  in  the  air  to  produce 
a  pressure  greater  than  its  dissociation  pressure.  But  sometimes  it 
does  eflSoresce  and  this  means  simply  that  the  water- vapor  pressure 
in  the  air  is  less  than  the  dissociation  pressure  of  the  salt.  This  is 
the  way  to  interpret  all  cases  of  eflSorescence  or  absence  of  eflBor- 
escence. 

Water  Vapor,  Hydrogen,  and  Iron.  When  water  vapor  is  in 
contact  with  hot  iron  we  may  write  the  equilibrium, 

3  Fe  +  4 H2O ?:±  Fe304  +  4H2. 

Let  Ci,  Ci,  Cs,  and  d  represent  the  concentrations  of  the  substances 

C  C 
in  the  order  given  and  we  may  write  yrpir  =  K,    Ci  and  Cz  being  con- 

centrations  of  solids  are  constant  and  may  be  included  in  the  equi- 

libriiun  constant,  and  so  we  have  -pr  =  Ki,    This  states  that  a  constant 

C4 

ratio  exists  for  any  one  temperature  between  the  concentrations  of  the 
water  vapor  and  the  hydrogen.  Remember  that  the  partial  pressure 
of  a  gas  is  a  measure  of  its  concentration.  Let  pi  be  the  partial  pres- 
sure of  gaseous  water  and  p2  the  partial  pressure  of  hydrogen.    Then 

~  =  Ki,  The  case  has  been  carefully  investigated  by  Sainte  Claire 
p2 

Deville,t  and  by  Preuner.t  The  latter  investigator  found  experi- 
mental values  of  which  those  in  the  table  on  the  next  page,  holding 
for  1150°,  will  serve  as  an  example. 

The  constancy  of  the  ratio  is  satisfactory  and  the  deduction  is  in 
accord  with  the  facts. 

*  For  experimental  methods  and  nimierical  values  in  other  series  of  salts  see 
W.  MUller-Erzbach,  Zeitschr.  f.  phys.  Chem.,  19,  135-154  (1896). 
t  Compt.  Rend.,  70,  1105,  1201;  71,  30  (1870). 
%  Zeilschr.f,  phys.  Chem.,  47,  385-417  (1904). 
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Pi 

P% 

Pt 

99 
154 
35. 4 
49-3 

"•3 
i8.i 

41. 1 
58.2 

0.88 
o.8s 
0.86 
0.86 

When  we  use  this  reaction  to  make  hydrogen,  we  drive  a  lively 
current  of  steam  over  the  iron.  The  concentration  of  the  steam  is 
then  nearly  constant  and  large.  Hydrogen  forms  in  an  effort  to  raise 
its  own  concentration  to  the  value  indicated  by  the  above  ratio. 
But  as  fast  as  formed  it  is  swept  away  by  the  current  of  steam.  This 
factor  of  the  equilibrium  being  thus  removed,  more  hydrogen  must 
form,  and  we  can  drive  the  reaction  almost  to  completion. 

If  we  send  a  rapid  current  of  hydrogen  over  the  hot  oxide,  the 
conditions  are  reversed  while  the  reasoning  remains  the  same.  Water 
is  formed  in  the  effort  to  reach  the  conditions  for  equilibrium.  But 
as  fast  as  formed  it  is  swept  away  by  the  current  of  hydrogen,  so  its 
concentration  is  kept  low,  and  this  reverse  reaction  can  be  forced  to 
go  practically  to  completion. 

Conclusion.  Individual  instances  of  equilibrium  might  be  multi- 
plied until  practically  all  the  reactions  known  to  the  science  of  chemis- 
try had  been  passed  in  review.  But  then  thi^  chapter  would  exceed 
all  reasonable  bounds.  If  the  student  understands  the  applications 
which  have  been  made,  he  will  surely  be  conversant  enough  with  the 
principles,  which  really  are  simple  and  always  the  same,  to  formu- 
late any  other  case  whatsoever.  "As  the  imparting  of  this  ability  is 
the  chief  purpose  of  this  chapter,  we  may  consider  this  portion  of  the 
subject  as  finished  and  proceed  to  the  next,  which,  imp)ortant  as  it  is, 
ydW  require  but  little  time. 

E£Fect  of  Temperature  on  Equilibrium.  As  we  have  had 
occasion  to  remember  over  and  over  again,  in  determining  equi- 
librium conditions  the  temperature  must  be  specified  and  held  con- 
stant. The  question  remains,  How  do  equilibrium  conditions  alter 
when  the  temperature  alters?  We  have  as  an  answer  that  gener- 
alization not  second  in  usefulness  and  wide  applicability  even  to  the 
law  of  mass  action  and  the  phase  law,  —  the  Le  Chatelier-van't  Hoff 
law  of  mobile  equilibrium,  first  stated  in  Chapter  XXIV.  Let  us 
restate  it:  When  a  system  is  in  equilibrium,  if  we  apply  a  force  tend- 
ing to  alter  a  condition,  the  system  will  change  in  such  a  way  as  to 
minimize  the  alteration. 
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If  we  apply  heat,  tending  to  raise  the  temperature,  the  system  will 
change  in  such  a  way  as  to  absorb  heat  and  minimize  the  temperature 
change.  If  a  reaction,  proceeding  from  right  to  left  is  exothermic, 
evolving  a  given  quantity  of  heat,  then  proceeding  from  left  to 
right  it  is  endothermic,  and  absorbs  exactly  the  same  quantity  of 
heat.  Therefore,  raising  the  temperature  of  a  system  in  equilibrium 
will  increase  the  concentration  of  an  endothermic  compound.  We 
learn  from  this  that  to  increase  the  yield  of  an  endothermic  com- 
pound we  must  operate  at  a  higher  temperature.  The  applications 
of  this  principle  require  a  knowledge  of  the  heats  of  formation  and 
can  therefore  be  treated  more  advantageously  in  the  next  chapter. 

Catalysis  and  Equilibrium.  The  presence  of  ^  catalytic  agent 
cannot  possibly  alter  the  conditions  of  equilibrium.  This  is  easily 
and  convincingly  proved.  Suppose  a  system  normally  reaches  equi- 
librium conditions  represented  by  Ei.  Suppose  the  presence  of  a 
catalytic  agent  caused  the  system  to  reach  equilibrium  at  different 
conditions  represented  by  £2.  Insert  the  catalyser  and  produce  the 
conditions  £2,  then  remove  the  catalyser,  which  of  course  remains 
unchanged  in  nature  and  amount.  The  system  will  then  change 
from  £2  to  £1.  Any  process  going  of  itself  may  be  made  to  do  work. 
We  may  then  gain  some  work.  Reinsert  the  catalyser  and  the  system 
will  go  back  to  E^,  We  might  repeat  as  often  as  we  pleased,  gaining 
work  at  each  repetition.  In  other  words,  we  should  have  a  perpetual- 
motion  machine.  But  a  perpetual-motion  machine  is  impossible, 
therefore  no  catalytic  agent  can  possibly  alter  the  conditions  of  equi- 
librium. 

It  follows  that  a  catalytic  agent  which  increases  the  velocity  of  a 
given  reaction  must  always  and  inevitably  increase  the  velocity  of 
the  opposed  reaction  in  the  same  measure. 


CHAPTER  XXVn 
THERMOCHEHICAL  DATA* 

Under  the  head  "  thermochemistry*'  we  classify  all  the  facts  and 
information  we  have  obtained  by  studying  changes  of  chemical  energy 
into  heat,  and  of  heat  into  chemical  energy.  Since  almost  every 
chemical  process  either  absorbs  heat,  in  which  case  it  is  called  endo- 
thermic,  or  evolves  heat,  in  which  case  it  is  called  exothermic,  many 
"  thermochemical "  facts  have  already  been  considered,  and  we  are 
once  more  reminded  that  our  classifications  are  artificial  and  imper- 
fect. Moreover,  since  the  essential  difference  between  different  con- 
ditions of  aggregation  is  the  energy  content,  and  this  is  always  most 
conveniently  measured  in  heat  units,  the  last  seven  chapters  may 
fairly  be  considered  as  devoted  to  special  subdivisions  of  the  large 
subject,  "  thermochemistry."  There  remain,  however,  many  useful 
items  of  information  still  to  consider. 

Factors  of  Heat  Energy.  As  has  been  said,  temperature  is  the 
intensity  factor  of  heat  energy,  and  the  quantity  factor  is  measured 
in  any  one  of  several  imits.  It  may  be  well  to  review  and  simimarize 
these. 

Small  Calorie.  The  small  calorie,  written  cal.,  is  the  amount  of 
heat  required  to  raise  one  gram  of  water  from  15°  to  16°.  It  is 
necessary  to  state  the  exact  interval  because  the  specific  heat  of  water 
varies  with  the  temperature. 

♦  Two  authoritative  works  on  thermochemistry  are:  "Thermochemische 
Untersuchungcn,"  by  J.  Thomsen,  in  four  volumes,  published  1882  to  1886;  and 
"Thcrmochimic,  Donn^cs  et  Lois  Xumdriqucs,"  by  P.  E.  M.  Berthelot,  in  two 
volumes,  published  in  1897. 

J.  Thomsen  published  an  abridgment  of  his  larger  work,  yet  containing  all  his 
numerical  results,  and  a  translation  of  this  appeared  in  1908  under  the  title, 
"Thermochemistr>',"  as  one  of  the  series  of  texts  on  physical  chemistry  edited  by 
Sir  W.  Ramsay. 

The  most  convenient  place  to  fmd  desired  numerical  results  is  in  *'  Ph>'sikalisch- 
chemische  Tabellen,"  I^ndolt,  Btimstcin.  and  Meyerhoflfer.  third  edition,  1905, 
where  the  original  reference  is  always  given.  The  data  used  in  this  chapter  were 
obtained  from  the  hst-named  source  except  where  other  references  are  cited. 
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Large  Calorie.  The  laige  calorie,  written  Cal.,  is  the  amount  of 
heat  required  to  raise  1000  grams  of  water  from  15°  to  16^. 

Average  Calorie.  The  average  calorie,  written  K.,  is  the  amoimt 
of  heat  required  to  raise  one  gram  of  water  from  the  temperature  of 
melting  ice  to  the  temperature  of  water  boiUng  under  a  pressure  of 
760  mm.    It  is  then  very  nearly  equal  to  100  cal.  or  to  o.i  Cal, 

Joule.  The  joule,  written  j,  is  based  on  the  C.  G.  S.  system  of 
units,  and  so  is  the  most  scientific  of  all  heat  measures.  But  we  must 
depend  on  the  experimental  determination  of  the  mechanical  equiv- 
alent of  heat  to  determine  the  value  of  the  joule,  and  new  determi- 
nations may  alter  the  present  accepted  value  for  the  mechanical 
equivalent  of  heat.  In  such  case,  the  unit  for  heat  would  have  to  be 
altered  also,  and  this  is  a  disadvantage.  One  joule  is  the  quantity 
of  heat  equivalent  to  10^  ergs.  This  is  sometimes  inconveniently 
small,  and  therefore  we  multiply  it  by  1000  and  obtain  another  unit, 
the  Joule,  written  with  a  capital  J,  the  quantity  of  heat  equivalent  to 
10^®  ergs,  the  symbol  for  which  is  J.* 

British  Thermal  Unit.  The  British  thermal  unit,  written  B.T.U., 
is  the  amoimt  of  heat  required  to  raise  one  pound  of  water  one  de- 
gree Fahrenheit. 

Apparatus  and  General  Methods.  To  obtain  thermochemical 
data,  we  must  measiure  the  niunber  of  heat  units  evolved  or  absorbed 
when  known  quantities  of  substances  react.  In  order  that  we  may 
be  able  to  make  such  measurements  with  a  fair  degree  of  accuracy, 
a  reaction  must  go  quickly  and  completely  at  ordinary  temperatures. 
There  are  two  large  classes  of  processes  which  fulfill  these  conditions 
and  about  which  we  have  fairly  complete  information.  The  first 
class  comprises  the  processes  of  neutralization,  of  solution,  and  of 
dilution;  the  second,  combustions.  These  latter  often  cause  trouble 
by  their  too  great  rapidity,  amounting  at  times  to  explosions. 

Calorimeters  in  General.  The  apparatus  used  for  measiuing 
heat  is  called  a  calorimeter,  and  may  have  a  great  variety  of  forms, 
depending  upon  the  particular  process  to  be  studied. 

The  main  object  sought  in  the  construction  of  a  calorimeter  is  the 
retention  in  it  of  all  the  heat  produced.    Loss  of  heat  by  conduction 

♦  The  mechanical  equivalent  of  heat  b,  i  cal.  =  42  660  gram-cm.  See  Callen- 
dar  and  Barnes,  Phil.  Trans. ^  199,  149  (1902).  This,  times  980.5  (gravity),  gives 
ergs. 

I  cal.  =  4.183  X  10^  ergs.    Therefore,  i  cal.  =  4.183  j  and  i  j  =  0.2391  cal. 
I  cal.  a  0.004 183  J  and  i  J  »  239.1  cal. 
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or  by  TadiadoB  brings  a  corre^xmding  error  into  the  measurements. 
So  the  vessd  in  which  the  reaction  takes  place  is  insulated  as  com- 
pletely as  posable  from  the  suiroimdings  by  an  envelt^  of  some 
material  which  is  a  poor  conductor  of  heat;  for  example,  wool  or 
feathers,  or,  best  of  all,  a  vacuum.  To  diminish  loss  or  gain  by  radia- 
tion the  outside  is  polished  to  a  bright  mirror-like  surface  if  it  is  a 
metal  and  will  admit  of  it.  For  the  same  reason  glass  vessds  are 
often  slvered. 

Water  Caloiimeter.  Excessive  temperature  chaises  are  to  be 
avnded  because  they  make  it  more  difficult  to  pre\'ent  losses  of  beat 
by  radiation;  so  the  calorimeter  is  gen- 
erally arranged  in  such  a  way  that  the 
reaction  warms  a  relatively  large  known 
quantity  of  water.  An  obser\'ation  of  the 
comparatively  small  change  in  tempera- 
ture of  this  will  give  the  necessary  data 
for  a  calculation. 

The  essential  features  of  such  an  instru- 
ment are  indicated  in  Fig.  63.  A  repre- 
sents a  vessel  in  which  the  reaction  is  to 
be  carried  out.  It  is  immereed  in  the 
water  contained  \a.B.  fl  in  turn  is ndthin 
a  larger  vessel,  and  the  space  C  is  packed 
^'   ^'  with  insulating  material  or  often  nothing 

is  put  in,  as  an  air  jacket  insulates  well  enough  for  much  work.  A 
thermometer  and  a  stirring  de\ice  are  inserted  in  the  water  in  B. 

Heat  Capacity  of  Apparatus.  We  must  determine  the  heat 
capacity  of  the  whole  apparatus.  Suppose  we  put  300  grams  of  water 
at  22°  in  A  when  the  water  in  B  is  at  19°,  and  suppose  that  after  a 
short  time  the  water  in  both  .-1  and  B  is  found  to  be  at  20°.  This 
tells  us  that  it  takes  600  cal.  to  raise  the  temperature  of  the  appa- 
ratus and  water  in  B  one  degree.  This  is,  then,  the  heat  capacity. 
We  may  now  remove  the  water  from  A  and  cause  a  reaction  to  take 
place  in  that  vessel. 

Detenninattoo  of  Heat  of  NeutralizattOD.  Suppose  we  wish 
to  determine  the  heat  of  neutralization  of  a  base  with  an  add,  both 
in  solution.  One  solution  is  put  in  the  calorimeter  and  the  other  is 
in  a  vessel  from  which  it  may  be  transferred  quickly  to  the  calorim- 
eter. Both  solutions  are  brought  as  nearly  as  possible  to  the  same 
temperature.    The  temperature  is  noted  and  they  are  mixed.    After 
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time  enough  has  elapsed  for  the  reaction  to  be  complete  the  tempera- 
ture is  noted  again.  Suppose  the  reaction  raised  the  temperature  three 
degrees.  If  the  heat  capacity  of  the  apparatus  is  600  cal.,  then 
three  times  600  cals.,  or  1800  cals.,  which  were  evolved,  went  to  raising 
the  temperature  of  the  apparatus.  But  to  this  we  must  add  the  num- 
ber of  calories  required  to  raise  the  products  of  the  reaction  three 
degrees.  We  must  know  the  specific  heat  of  these  products.  If  the 
reaction  is  between  moderately  dilute  solutions,  no  serious  error  is 
introduced  if  we  assume  the  specific  heat  to  be  that  of  water.  A 
further  calculation  is  necessary  to  convert  these  results  into  our 
system  of  chemical  units,  to  determine  how  much  heat  is  evolved 
when  equivalent  or  molecular  quantities  interact.  But  this  is  suflS- 
dently  obvious  not  to  require  detailed  description.* 

Bomb  Calorimeter.  For  reactions  which  go  with  explosive  vio- 
lence, we  use  a  strong  iron  or  steel  vessel  called  a  bomb  calorimeter 
because  it  is  sometimes  shaped  like  a  cannon  shot  or  shell.f  A 
known  weight  of  the  substance  is  put  in  and  oxygen  enough  for  com- 
plete combustion  is  run  in  under  a  pressure  of  about  20  atmospheres; 
or  an  excess  of  some  substance  which  gives  up  oxygen  readily,  as  do 
potassium  chlorate  or  sodium  peroxide,  is  mixed  with  the  solid  to 
be  burned  and  the  mixture  is  put  in.  The  bomb  is  submerged  in  a 
known  weight  of  water  in  an  insulated  vessel  and  the  reaction  is 
started  by  an  electric  spark  or  a  wire  heated  electrically. 

Ice  Calorimeter.  Bunsen's  ice  calorimeter  is  different  in  prin- 
ciple. The  vessel  in  which  the  reaction  is  to  take  place  is  surrounded 
by  another  filled  with  dry  ice  at  0°.  The  heat  evolved  by  the  reac- 
tion melts  a  corresponding  quantity  of  ice.  The  water  thus  formed 
is  collected  and  weighed.  Knowing  the  heat  of  fusion  of  ice,  the 
calculation  of  the  heat  produced  by  the  reaction  follows  at  once. 

Steam  Calorimeter.  Again,  another  calorimeter,  particularly  con- 
venient in  determining  specific  heats,  is  based  upon  the  determina- 
tion of  the  weight  of  water  at  100°,  which  is  condensed  from  steam 
at  100°,  in  raising  the  object  through  a  known  temperature  interval. 

Thermometers.  It  is  important  to  measure  the  temperature  accu- 
rately, and  the  thermometers  made  for  thermochemical  experiments 

•  For  a  description  of  a  particulariy  carefully  constructed  calorimeter  of  this 
class,  see  T.  W.  Richards'  "  Energy  Changes  Involved  in  the  Dilution  of  Zinc  and 
Cadmium  Amalgams. "  Publication  No.  56  of  the  Carnegie  Institution  of  Wash- 
ington, 1906,  pp.  52-54. 

t  The  calorimetric  bomb  was  invented  and  fizst  used  by  P.  £.  M.  Berthelot  in 
1884. 
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should  be  good,  at  least  good  enough  to  make  readings  to  one-fiftieth 
of  a  degree.  The  Beckmann  thermometer  is  a  particularly  useful 
instrument  for  such  measiurements. 

Heat  of  Reaction.  By  heat  of  reaction  we  mean  simply  the 
number  of  heat  units  which  are  evolved  or  absorbed  when  reaction 
occiirs  between  the  formula-weight  quantities  in  grams  represented 
by  the  equation  expressing  the  reaction. 

Heat  of  Combustion.  If  the  reaction  represents  a  combustion, 
we  speak  of  the  heat  of  combustion,  referring  of  course  to  the  chemi- 
cal unit  quantity,  the  formula  (or  symbol)  weight  in  grams.  To  be 
accurate,  the  product  of  the  combustion  should  also  be  named,  for 
the  heat  of  combustion  of  carbon  forming  carbon  monoxide  is  less 
than  the  heat  of  combustion  of  carbon  forming  carbon  dioxide;  the- 
heat  of  combustion  of  sulphur  to  SO2  is  less  than  if  the  product  is 
SO3,  etc. 

Heat  of  Formation;  of  Neutralization.  If  the  reaction  repre- 
sents the  formation  of  a  compound,  we  speak  of  the  heat  of  forma- 
tion; if  the  neutralization  of  an  acid  or  base,  we  call  it  the  heat  of 
neutralization. 

Heat  of  Solution,  Dilution,  Fusion,  Vaporization.  The  signifi- 
cance of  such  phrases  as  "  heat  of  solution,"  "  heat  of  dilution," 
"heat  of  fusion,"  and  "heat  of  vaporization"  is  self-evident,  but 
it  must  be  remembered  that  chemical  unit  quantities  in  grams  are 
understood  when  we  are  studying  chemistry. 

The  First  Law  of  Thermochemistry.  The  first  law  of  thermo- 
chemistr>'  is  an  obvious  and  necessary  corollary  of  the  law  of  the  con- 
servation of  energy.  If  the  reaction  takes  place  with  the  evolution 
of  a  given  amount  of  heat,  it  absorbs  precisely  the  same  amount  of 
heat  when  we,  by  any  means,  reverse  it  and  obtain  the  original  con- 
ditions again.  This  law  was  first  stated  by  Lavoisier  and  Laplace 
in  1780,  i.e.,  sixty-one  years  before  the  law  of  the  conser\-ation  of 
encrg\'  in  its  present  comprehensive  form. 

Law  of  Constant  Heat  Summation.  G.  H.  Hess  (1802-1850), 
in  1840,*  discovered  and  announced  what  we  call  the  law  of  constant 
heat  summation.  The  initial  and  final  conditions  alone  determine 
the  total  heat  effect  of  a  reaction  or  series  of  successive  reactions, 
and  the  intermediate  steps  may  be  few  or  many,  but  cannot  alter 
this  total  heat  effect. 

•  Pogg.  Annal..  50,  3«S  (1840).     See  also  Ostwald's  "Klassikcr  dcr 
XMssenschaften, '*  No.  9. 
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An  niustration  of  the  Facts.  The  following  table  contains  typical 
experimental  results  such  as  are  summed  up  in  the  above  statement. 
The  final  substance,  (NH4)aS04,  in  solution,  was  made  from  H2SO4 
and  water  and  a  dilute  solution  of  anmionia  by  several  different  steps, 
the  heat  effect  of  each  step  being  measured. 

1.  H2SO4  +  2 NHa,  Aq*  595.8 

2.  H2SO4  +  H2O  77.8 
H2SO4H2O  +  2 NHs,  Aq             518.9 

518.9  +  77.8  =  596.7 

3.  H2SO4  +  2HJO  116. 7 
H2SO4  2  H2O  +  2  NHa,  Aq          480. 5 

116. 7 +  480. 5  =  597.2 

4.  H2SO4  +  5H2O  155.6 
H2SO4  5 H,0  +  2 NHa,  Aq          446.2 

155.6  +  446.2  =  601. 8t 

The  total  heat  effect  is  the  same  (within  the  limits  of  experimental 
error)  whatever  the  intermediate  steps. 

An  Application  of  the  Law.  This  generalization  is  useful,  as  it 
enables  us  to  calculate  heats  of  reactions  which  cannot  conveniently 
be  determined  experimentally.  For  example,  we  cannot  measure  the 
heat  evolved  when  carbon  bums  to  form  carbon  monoxide.  But  we 
can  measure  the  heat  evolved  when  the  monoxide  bums  to  form  the 
dioxide,  and  also  when  carbon  bums  to  form  the  dioxide.  The  re- 
sults are  expressed  as  follows: 

C  +  20  =  CO2  +  94  300  cal.  (i) 

C0+    O  =  CO2  +  67  700  cal.  (2) 

We  may  treat  these  symbols  and  formulae  as  if  they  were  algebraic 
symbols,  and,  subtracting  equation  (2)  from  equation  (i),  we  obtain 

C  +  O  =  CO  +  26  600  cal.  (3) 

Thus  we  find,  with  the  aid  of  our  generalization,  what  we  could 
not  otherwise  determine,  that  the  heat  of  combustion  of  carbon  to 
the  monoxide  is  26  600  calories. 

Energy  Equations.  The  foregoing  is  an  illustration  of  what  is 
sometimes  called  an  energy  equation.    The  chemical  symbols  and 

*  It  is  customary  to  denote  that  a  substance  is  in  dilute  solution  by  writing  Aq 
after  the  formula. 

t  This  example,  original  with  Hess,  may  be  found  in  the  above  form  in  Ostwald's 
"Lehrbuch  der  Allgemeinen  Chemie,"  Vol.  II,  i,  p.  55. 
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formuke  are  looked  upon  as  standing  for  quantities  of  energy.  We 
leam  from  equation  (i)  that  the  quantity  of  energy  contained  in 
the  formula  weight  in  grams  of  carbon  dioxide  is  less,  by  a  quantity 
of  energy  equivalent  to  94  300  cal.,  than  the  siun  of  the  quantities 
of  energy  contained  in  12  grams  of  carbon  and  32  grams  of  oxygen. 

Must  Regard  the  Conditioiis  of  Aggregation.  When  we  con- 
sider the  chemical  symbols  and  formulae  as  representing  quantities 
of  energy,  it  is  necessary  to  diflFerentiate  with  care  between  the  con- 
ditions of  aggregation,  as  a  given  weight  of  one  and  the  same  sub- 
stance contains  different  quantities  of  energy  as  a  solid,  liquid,  or  gas. 

Indicating  Solids,  Liquids,  and  Gases.  In  writing  energy  equa- 
tions, it  is  customary  to  represent  the  solid  condition  of  aggregation 
by  printing  the  symbol  or  formula  in  heavy  type,  or  by  inclosing  it 
within  square  brackets.  The  liquid  condition  of  aggregation  or  solu- 
tion is  indicated  by  the  use  of  conmion  type,  or  by  omission  of  paren- 
theses. The  gaseous  condition  of  aggregation  is  indicated  by  printing 
in  italics,  or  by  inclosing  the  symbol  or  formula  within  curved  paren- 
theses. 

For  example:  H2O  =  [H2O]  +  1440  cal.  means  that  a  formula 
weight  in  grams  of  water  when  freezing  liberates  1440  small  calories. 
Again,  (H2O)  =  H2O  +  10  611  cal.  means  that  a  formula  weight  in 
grams  of  water  vapor  in  condensing  liberates  10  611  cals. 

Denoting  Dilute  Solutions.  When  a  substance  is  dissolved  in 
so  much  water  that  the  addition  of  more,  or  the  subtraction  of  a  part 
of  the  water  produces  no  heat  effect,  we  denote  it  by  writing  Aq 
after  the  formula.    Thus 

NaCl,Aq  +  nHjO  =  NaCl,Aq,     or    NaCl,Aq  -  nHaO  =  NaCl,Aq. 

Again, 

KOH,Aq  +  HCl,Aq  =  KCl  (Aq  +  Aq  +  H2O)  +  13  750  cal., 

and  the  right-hand  side  of  this  equation  simplifies  at  once  to 

KCl,Aq  +  13  750  cal. 

Illustration  of  the  Use  of  Energy  Equations.  We  may  utilize 
energy  equations  to  calculate  heats  of  reaction  which  are  not  suscep- 
tible of  direct  measurement.  We  owe  the  following  ingenious  method 
of  determining  the  heat  of  formation  of  sulphur  trioxide  to  Hess.* 

♦  Pogg.  Annal.,  56,  463  (1842).  Also,  Ostwald's  "  Klassikcr  dcr  cxakten 
Wisscnschaften,"  No.  9. 
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A  mixture  of  lead  oxide  and  sulphur  is  burned  in  oxygen  and  the 
heat  evolved  is  measiured.    We  find 

[PbO]  +  [S]  +  3  (O)  =  [PbSOJ  +  i6ss  K.  (i) 

Lead  oxide  is  next  dissolved  in  dilute  H2SO4,  and  this  gives 

[PbO]  +  H2SO4,  5  H2O  =  [PbSOJ  +  6  H2O  +  233  K.  (2) 

Subtracting  the  second  equation  from  the  first,  we  get 

[S]  +  3  (O)  -  H2SO4,  5H2O  =-  6H2O  +  1422  K, 
or  [S]  +  3  (O)  +  6  H2O  =  H2SO4,  5  H2O  +  1422  K.  (3) 

That  is,  when  sulphuric  add,  in  solution,  is  formed  from  sulphur, 
oxygen,  and  water,  1422  K  are  liberated.  Sulphur  trioxide  is  next 
dissolved  in  water  and  the  heat  is  measured.    This  gives 

[SO3]  +  6  H2O  =  H2SO4,  5  H2O  +  41 1  K. 

Subtracting  this  equation  from  equation  (3),  we  get 

[S]  +  3  (O)  -  [SOsl  =  loi  I  K,    or    [S]  +  3  (O)  =  [SOJ  +  loi  i  K.* 

By  this  calculation  we  have  obtained  the  result  desired,  namely, 
the  heat  of  formation  of  sulphur  trioxide  from  sulphur  and  oxygen. 
Practically  any  heat  of  formation  may  be  calculated  in  some  such 
way,  and  it  is  a  test  of  the  ingenuity  of  the  experimenter  to  choose 
suitable  reactions;  that  is,  reactions  the  heat  of  which  may  be  readily 
measured,  and  yet  which,  by  such  combinations  and  algebraic  proc- 
esses, will  quickly  lead  to  the  result. 

Calculation  of  the  Heats  of  Reaction  by  Means  of  Heats  of 
Formation.  In  these  energy  equations  we  do  not  know  the  abso- 
lute amount  of  energy  represented  by  our  symbols  and  formulae,  for 
our  thermochemical  measurements  are  only  of  the  quantities  which 
change  to  heat.  In  order  to  have  a  definite  starting  point  we  put 
the  energy  of  formation  of  the  elements  empirically  as  equal  to  zero. 
The  heats  of  formation  of  exothermic  compounds  must  then  be 
subtracted  from  zero  in  order  to  obtain  the  quantities  of  energy  repre- 
sented by  their  formulae.  For  instance,  lead  iodide  is  an  exothermic 
compound.  Its  formation  from  the  elements  is  accompanied  by  the 
evolution  of  39.8   Cal.f    Therefore,   the  formula  Pbl2  stands  for 

♦  This  illustration  in  the  above  foim  may  be  found  in  W.  Ostwald's  ''Lehrbuch 
der  Allgemeinen  Chemie,"  Vol.  II,  i,  p.  123.  Notice  the  heat  unit  used  is  the  aver- 
age calorie,  K,  first  proposed  by  Ostwald. 

t  Notice  the  heat  unit  used  is  the  large  calorie. 
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—39.8  Cal.  Then,  in  order  to  calculate  the  heat  of  any  reaction, 
we  may  put,  in  place  of  the  chemical  formulae,  the  respective  heats 
of  formation,  with  their  signs  changed,  and  solve  the  equation  by 
ordinary  algebra. 

niustration.  For  example,  suppose  that  we  wish  to  know  the 
heat  of  the  reaction  [MgClJ  +  2  [Na]  =  2  [NaCl]  +  [Mg]  +  X,  where 
X  is  the  heat  of  the  reaction. 

The  heat  of  formation  of  [MgCl2],  from  previous  experiments,  or 
from  tables,  we  know  to  be  151.0  Cal.,  and  that  of  [NaCl]  is  97.9  Cal. 
Substituting  these  values  with  their  signs  reversed,  we  have 

— 151.0  +  o  =  —  (2  X  97.9)  +  0  +  X. 

Solving,  we  find  X  =  44.8  Cal.  The  heats  of  formation  are  thus 
useful  values,  as  with  them  we  may  calculate  the  heat  of  any  reaction. 
The  following  table  contains  thermochemical  data  concerning  some 
common  substances,  excerpted  from  the  extensive  tables  in  Landolt, 
Bomstein,  and  Meyerhoffer's  compilation.  This  table  will  suffice  to 
show  how  thermochemical  results  are  best  expressed,  —  as  eneigy 
equations,  —  and  contains  heats  of  reaction,  of  combustion,  and  of 
formation.  The  significance  of  the  brackets  has  been  described. 
The  heat  values  are  all  expressed  in  large  calories. 

[Li]  +  H2O  +  Aq  =  LiOH,Aq  +  (H)  +  48.97  Cal. 
[Li]  +  (O)  +  (H)  =  [LiOH]  +  11.5  Cal. 
[Na]  +  H2O  +  Aq  =  NaOH,Aq  +  (H)  +  43.34  Cal. 
[Na]  +  (O)  +  (H)  =  [NaOH]  +  102.7  Cal. 
[K]  +  H2O  +  Aq  =  KOH,Aq  +  (H)  +  41.9  Cal. 
[K]  +  (O)  +  (H)  ==  [KOH]  +  104.6  Cal. 
[K]  +  (CI)  +  3  (O)  =  [KCIO3]  +  93.8  Cal. 
[K]  +  (CI)  +  4  (O)  =  [KCIO4]  +  1 12.5  Cal. 
(N)  +3(H)  =  (NH3)  +  12.2  Cal. 
(N)  +  5  (H)  +  (O)  +  Aq  =  NH40H,Aq  +  90.0  Cal. 

[Ca]  +  (O)  =  [CaO]  +  145.0  Cal. 
[Mg]  +  (O)  =  [MgO]  +  143.3  Cal. 
(H)  +  (CI)  =  (HCl)  +  22.0  Cal. 
(H)  +  (CI)  +  Aq  =  HCl,Aq  +  39.3  Cal. 
2  (H)  +  (O)  =  H2O  +  68.43  Cal. 
2  (H)  +  2  (O)  +  Aq  =  H202,Aq  +  47.5  Cal. 
2  (H)  +  [S]  =  (H2S)  +  2.7  Cal. 
[S]*  +  2  (O)  =  (SO2)  +  69.26  Cal. 
^  Rhombic  sulphur. 
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[S]  +  3  (O)  =  [SO,]  +  103.7  Cal. 
[S]  +  4  (0)  +  2  (H)  =  H2SO4  +  192.2  Cal. 
(N)  +  3  (0)  +  (H)  =  HNOs  +  41.5  Cal. 
[C]  diamond  +  (0)  =  (CO)  +  26.1  Cal. 
[q  diamond  +  2  (0)  =  (CO,)  +  94.3  Cal. 
[C]  graphite  +  2  (0)  =  (CO2)  +  94.8  Cal. 
[C]  amorphous  +  2  (0)  =  (CQj)  +  97.65  Cal. 


Allotropic  Forms.  The  last  three  equations  show  that  there  is 
a  heat  eflfect  when  one  form  of  carbon  changes  to  another,  and  that 
one  form  contains  more  energy  than  another.  We  cannot  measure 
this  directly  but  we  can  calculate  it.  We  see  at  once  that  a  change 
of  amorphous  carbon  into  diamond  must  be  accompanied  by  the 
evolution  of  3.35  Cal.,  a  change  of  ciiamond  into  graphite  must  be 
accompanied  by  the  absorption  of  0.5  Cal.,  etc. 

The  energy  equation  expressing  the  change  of  ozone  into  ordinary 
oxygen  is  (Os)  =  ij  (O2)  +  36.2  Cal.,  which  tells  how  much  more 
energy  ozone  possesses  than  oxygen.  This  may  be  one  reason  for 
its  greater  chemical  acti\ity.  [P]  white  =  [P]  red  +  3.71  Cal.  is  a 
similar  instance,  the  white  variety  containing  more  energy  and  being 
more  active  chemically  than  the  red. 

Heats  of  Fonnation  of  Carbon  Monoxide  and  Dioxide.  A 
priori,  one  would  expect,  if  there  is  a  difference  in  the  amounts  of 
heat  evolved  as  successive  atoms  of  oxygen  unite  with  carbon,  that 
combination  with  the  first  atom  would  evolve  the  more  heat.  This 
is,  however,  not  the  case.  Combination  with  the  first  atom  evolves 
26.1  Cal.,  combination  with  the  second  evolves  68.2  Cal.  It  has  been 
suggested  in  explanation  of  these  facts  that  when  the  first  addition 
takes  place  much  heat  goes  into  heat  of  liquefaction  and  heat  of 
vaporization  of  carbon,  for  the  product  is  a  gas.  The  very  practical 
conclusion  from  these  particular  thcrmochemical  results  is  that,  to 
get  the  maximum  effect  from  a  given  quantity  of  coal,  we  must  have 
plenty  of  oxygen,  for  if  it  bums  to  the  first  oxide  only,  we  lose  over 
two-thirds  of  its  value. 

Heats  of  Solution.  The  following  few  energy  equations  will 
serve  to  give  a  general  idea  of  the  thermochemical  data  upon  the 
process  of  solution  and  dilution: 

HjSOi  +  HjO  =  112804,1120  +  6.38  Cal. 
H2SO4  +  2  H20=  ir2S04,2  II2O  +  9.42  Cal. 
H,S04  +  9  HjO  =  Il2S04,9  HjO  +  14.95  Cal 


414  THEORETICAL  AND  PHYSICAL  CHEMISTRY 

H1SO4  +  799  HjO  =  H2S04,799  H2O  +  17.6  CaL 

H»S04  +  1599  H,0  =  H,S04,i599  H,0  +  17.9  Cal. 

(HCl)  +  HtO  =  HC1,H,0  +  5.37  Cal. 

(HCl)  +  2  HiO  =  HC1,2  H2O  +11.36  Cal. 

(HCl)  +  10H2O  =  HCl,ioH20  +  16.16  Cal. 

(HCl)  +  50H2O  =  HCl,5oH20  +  17.1  Cal. 

(HCl)  +  3cx>H20  =  HCl,3cx>H20  +  17.3  Cal. 

Question  of  Hydrates.  Whether  these,  and  other  adds,  which 
behave  similarly,  form  hydrates  with  water  cannot  be  determined 
from  thermochemical  data,  because  the  heat  effect  gradually  and  con- 
tinuously increases  with  the  amount  of  water,  slowly  and  more  slowly 
approaching  a  maximimi,  without  any  abrupt  change  or  ''  nick  in  the 
curve  "  which  we  might  expect  when  we  had  the  right  proportions 
if  a  hydrate  formed. 

[NaOH]  +  200H2O  =  NaOH,2ooH20  +  9.9  Cal. 
[KOH]  +  250  H2O  =  KOH,25oH20  +  13.3  Cal. 
[CaO]  +  2500  H2O  =  Ca(0H)2  2499  H2O  +  18.3  Cal. 
[NaCl]  +  100  H2O  =  NaCl,iooH20  -  1.2  Cal. 
[Na2S04]  +  100  H2O  =  Na2S04,iooH20  +  0.4  Cal. 
[Na2S04 .10  H2O]  +  400  H2O  =  Na2S04,4io  H2O  -  18.8  Cal. 
[KBr]  +  200  H2O  =  KBr,2ooH20  -  5.1  Cal. 
[KNO3]  +  200 H2O  =  KN08,2ooH20  -  8.5  Cal. 

The  solution  of  neutral  salts  is,  in  most  instances,  an  endothermic 
process.  This  is  explainable  on  the  hypothesis  that  a  good  deal  of 
heat  must  be  absorbed  as  heat  of  liquefaction  and  heat  of  vaporization 
before  the  solid  solute  can  get  into  the  dissolved  state,  which  in  so 
many  ways  resembles  the  gaseous  condition  of  aggregation. 

Organic  Compounds.  Organic  compounds  usually  form  so  slowly 
and  so  incompletely  that  we  cannot  measure  the  heat  of  formation 
directly,  but  must  use  our  indirect  methods.  Complete  combustions 
in  a  bomb  calorimeter  give  us  the  data  for  the  following  calculation 
of  the  heat  of  formation  of  methane. 

(CH4)  +  2  (O2)  =  (CO2)  +  2H2O  +  213.5  Cal.  (i) 

[C]  diamond  +  (O2)  =  (CO2)  +  94.3  Cal.  (2) 

Subtract  (2)  from  (i)  and  obtain  (3): 

(CH4)  +  (O2)  -  [C]  =  2H2O  +  119.2  Cal.  (3) 

2  (H2)  +  (O2)  =  2  H2O  +  2  X  68.4  Cal.  (4) 
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Subtiact  (3)  from  (4)  and  obtain  (5) : 

-  (CH4)  +  [C]  +  2  (H,)  -  17.6  Cal.  (s) 

Traniqx>sing,  we  have,  [C]  diamond  +  2  (Hj)  =  (CH4)  +  17.6  Cal., 
the  heat  of  fonnation  sought. 

We  may  obtain  the  same  result  more  simply  by  substituting  hcala 
of  fonnation  with  the  signs  reversed  in  equation  (i): 

—x  +  o  =—94.3  —  2  X  68.4  +  21.J.5,  and  x  =  17.6. 

Bflfect  of  a  Change  in  Volume.  When  one  formula  (juantity  of 
a  gas  forms,  it  occupies  a  volume  (at  normal  conditions)  of  2^.4 
liters.  In  forming,  it  pushes  back  against  the  pressure  of  the  sur- 
rounding gases  and  so  does  work.  This  work  is  done  at  the  expense* 
of  internal  energy,  i,e,y  of  heat,  and  so  the  heat  observed  is  less  by 
the  heat  equivalent  of  that  work.  This  heat  cfjuivalent  is  readily 
calculated  as  follows:  Imagine  a  gas  in  a  long  cylinder  close<I  by  a 
piston  whose  area  is  one  cm'.  Normal  atmospheric  pressure  on  that 
piston  is  760  mm.  of  mercury  or  1033.3  grams.  If  the  expansion  is 
one  formula  volume,  the  piston  is  pushed  through  22400  cm.;  i,c,, 
1033.3  X  22  400  gram-cms.  of  work  are  done.     42  660  gram-cms. 

equal  one  small  cal.,  therefore*  '  gives  I  he  calories  eciuiv- 

^  42  ()()0 

alent  to  this  volume  change  (=  542.3  cal.  or  0.5423  (\il.). 

This  amount  must  then  be  added  to  the  obwrved  heat  of  reaction 
if  the  volume  increases,  and  must  be  sul)tracted  if  the  volume 
decreases  by  one  chemical  unit  volume. 

Correction  is  Independent  of  the  Pressure.  Notice  that  the 
actual  pressure  under  which  the  volum<r  change  occurs  makes  no  dif- 
ference in  this  heat  value  because  of  the  behavior  of  gases.  If  the 
pressure  is  doubled  the  volume  of  a  gas  is  halved;  that  is,  twice  the 
weight,  (2  X  1033.3),  5s  puslurd  through  half  the  distance,  and  so,  of 
course,  the  work  done  remains  the  same. 

Correction  is  Proportional  to  the  Absolute  Temperature.  Hut 
the  temperature  at  which-  the  reaction  (xcurs  does  make  a  differ- 
ence. If  the  gas  is  evolved  at  -}  ^7,^"  it  will  occupy  twice  the  vol- 
ume it  would  at  o*^,  the  conditions  for  wln*(  h  we  calculated,  and  the 
same  weight  would  ])e  pushed  hack  twice  as  far;  i.r.,  twice  as  much 
work  would  be  done.  If  it  could  he  evolved  at  the  aljsolute  zero,  it 
would  (theoretically)  occupy  no  volume,  and  no  work  would  be  done. 
The  correction  is  thus  proiK)rtional  t.o  tlur  absolute  temperature. 
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We  may  say,  then,  that  the  correction  is  X  r  =  1.986  T  small 

calories,  where  T  is  the  absolute  temperature  at  which  the  volume 
change  occurs.  For  all  ordinary  purposes  it  is  sufficiently  accurate 
to  say  the  correction  is  2  T  small  calories  for  each  formula  volume 
change. 

Initial  and  Final  Conditions  Only  Need  be  Considered.  If  the 
process  is  a  combustion,  the  temperature  may  be  high  while  the  gas 
is  being  evolved,  but  this  makes  practically  no  diflFerence.  The 
generalization  which  we  have  called  the  law  of  constant  heat  summa- 
tion tells  us  that  the  initial  and  final  conditions  determine  the  heat 
effect,  independent  of  intermediate  steps,  few  or  many,  and  the  final 
measurement  is  made  at  but  slightly  above  the  initial  temperature. 

A  substance  precipitating  or  going  into  solution  involves  heats  of 
fusion  and  of  vaporization,  as  has  been  said,  and  these  complicate  the 
problem  very  much. 

Heat  Effect.  There  is  a  convenient  word  in  the  German  language, 
"Warmetonimg,"  for  which  we  have  no  exact  equivalent.  We  may 
translate  it,  "teat  effect,"  but  must  define  precisely  what  we  mean  by 
the  term.  Let  us  denote  by  "heat  effect"  the  algebraic  sum  of 
the  heat  quantities  evolved  or  absorbed  in  a  reaction,  corrected  for  the 
work  done  by,  or  upon,  the  system  through  any  volume  change;  the 
whole  referred  to  the  symbol  and  formula  quantities  expressed  in 
the  equation.  It  is  the  sum  of  the  heats  of  formation  of  the  molecules 
formed,  diminished  by  the  heats  of  formation  of  those  which  dis- 
appear, in  the  reaction,  the  whole  corrected  for  change  of  volume  if 
such  change  accompanies  the  reaction.  It  can  evidently  be  either  a 
plus  or  a  minus  quantity. 

HEATS  OF  COMBUSTION  AN'D  OF  FORMATION  OF  HOMOLOGOUS  SERIES  OF 

SATURATED  HYDROCARBONS. 


Heat  of 
com  bast  ion. 


CH4. 

C,H.. 
CHs. 
C4H10 


Calories. 
213  5 
3723 
528.4 
687.2 


DiflFerence. 


Calorics. 

158.8 
156. 1 
158.8 


Heat  of 
formatioa.* 


Calories. 
17.6 
21.5 
28.1 
32.0 


*  These  heats  of  formation  are  calculated  from  the  heats  of  combustion  accord- 
ing to  the  method  just  descril)ed,  disregarding  the  correction  for  volume  change. 
Verifying  these  values  is  good  practice. 
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Tile  constancy  of  the  difiference  between  successive  heats  of  com- 
bustion is  apparent;  the  addition  of  CHi  increases  the  heat  of  com- 
bustion about  158  Cal. 

HBATS  OP  COMBUSTION  AND  OP  PORMATION  OP  THE  ETHYLENE  SERIES.* 


CJH... 
CftHiQ.. 


Heat  of 
combutioo. 


Difference. 


Calories. 

341    I 

499  3 
650.2 

804.0 


Calorics. 

158.2 

150.9 
153. 8 


Heat  of 
formatioo. 

Calories. 

-15-7 

—  II. 2 

+  0.6 

+  9.5 

The  first  two  members  of  the  ethylene  series  are  endothermic 
compounds,  forming  with  the  absorption  of  heat. 

The  addition  of  CH2  appears  to  make  the  same  constant  difiference 
in  the  heats  of  combustion  of  this  series. 

The  series  of  alcohols  and  adds  show  the  same  regularity  and 
about  the  same  increase  in  the  heats  of  conbustion  for  each  addition 
of  CI&. 

Heats  of  Organic  Reactions.  The  heats  of  organic  reactions  are 
usually  small  and  can  seldom  be  measured  directly,  but  must  be  cal- 
culated. For  instance,  the  formation  of  ethyl  ether  from  ethyl  alcohol 
occurs  according  to  the  reaction:  2  C2H6OH  =  (C2H6)20  +  H2O  -f  X. 
Substituting  the  heats  of  formation  with  signs  reversed  we  have: 
-2  X  69.9  =-70-5  -•  68.4  -f  X,  from  which  we  find  Jf  =  -0.9  Cal. 
a  small  value,  according  to  which  the  reaction  is  endothermic. 

Pdssible  Bnors.  Such  calculations  are  not  of  much  value  be- 
cause of  the  probable  error.  The  heat  of  formation  of  ethyl  ether 
is  calcuUted  from  the  heat  of  combustion,  and  this  has  been  found 
erijrimentally  to  be  651.7  Cal.  Suppose  an  error  of  i  per  cent  was 
made  in  tibis  determmation,  and  such  an  error  is  by  no  means  un- 
hkdym  thermochemical  work.    This  would  amount  to  6  s  Cal    and 

J^Z^t  ^:^^  ^'^  '^^^-  ''  --^-t  heat  summation, 
•ZT   other  interesting  and  important  generalizations  to  Hess. 

«fi«»Sg''S^»l2?"'r  '''f  '"""  '■-'''"''»'"'  f^'""  the  heats  of  combustion, 
tag  otto  reguwties  see  the  ruiX'^X  IZT"  '"""'"  ''''"  "'"'"*" 
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He  first  is  known  as  Hess's  law  of  thermoneutrality,  and  the  second 
is  the  statement  that  the  heat  effect  in  many  neutralizations  is  a 
constant.* 

If  we  mix  dilute  solutions  of  many  pairs  of  salts,  such  as  potas- 
sium nitrate  and  sodium  chloride  for  instance,  no  heat  is  evolved 
nor  absorbed.  Hess's  law  of  thermoneutrality  has  been  expressed  as 
follows:  The  double  decomposition  of  neutral  salts  in  dilute  solution 
is  accompanied  by  no  heat  effect. 

Writing  the  metathesis  between  potassium  nitrate  and  sodium 
chloride  as  an  energy  equation,  we  have 

NaCl,Aq  +  KN03,Aq  =  KCl,Aq  +  NaN03,Aq  +  o  Cal. 

This  reaction  certainly  looks  as  though  something  happened  and  we 
should  expect  heat  to  be  either  evolved  or  absorbed. 

Dissociation  Theory  a  Plausible  Explanation.  Hess  could  not 
account  for  the  absence  of  heat  effect,  but  our  dissociation  theory 
furnishes  a  plausible  explanation.  Let  us  rewrite  the  same  reaction 
in  the  terms  of  the  theory: 

Na  +  Cr  +  K*  +  NO3'  =  Na  +  Cl'+  K'  +  NO3'. 

From  this  it  is  evident  that  we  have  the  same  things  on  the  two  sides 
of  the  equality  mark;  that  is,  in  spite  of  first  appearances,  nothing 
happens,  and  so,  of  course,  there  is  no  heat  effect.  This  is  an  inter- 
esting illustration  of  the  usefulness  and  wide  applicability  of  the 
dissociation  theory. 

Exceptions  to  the  Law  also  Plausibly  Explained  by  the  Dis- 
sociation Theory.  Hess's  law  of  thermoneutrality  does  not  apply 
in  all  cases.  The  behavior  of  some  salts,  for  instance  those  of  cad- 
mium or  mercury,  is  not  expressed  by  the  law  at  all.  But  those 
solutions  which  we  find  do  not  correspond  to  Hess's  law  of  thermo- 
neutrality do  not  conduct  electricity  well  either.  They  give  osmotic 
pressures  corresponding  more  nearly  to  normal  molecular  weights 
than  to  smaller  molecular  weights.  In  other  words,  all  the  experi- 
mental evidence  conforms  to  the  hypothesis  that  those  solutes  are 
not  dissociated  to  any  great  extent.  This  being  the  case,  we  have  no 
right  to  write  the  equation  in  terms  of  the  ions;  something  does  happen 
when  their  dilute  solutions  are  mixed,  and  thus  the  exceptions  them- 
selves furnish  additional  evidence  of  the  plausibility  and  usefulness 
of  the  theory  of  electrolytic  dissociation. 

*  Pogg.  Amtal.,  50, 385  (1840).    Reprinted  in  Ostwald's  '*  Klassiker,  der  exakten 
Wissenschaften,"  No.  9. 
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Heat  of  Neutralization  is  a  Constant.  The  second  of  these 
interesting  generalizations  is  as  follows:  When  a  formula  weight  of 
a  strong  monobasic  acid  in  dilute  solution  is  neutralized  by  means 
of  a  strong  alkali  such  as  sodium  or  potassium  hydroxide,  likewise 
in  dilute  solution,  the  heat  effect  is  always  practically  the  same,  no 
matter  what  the  acid,  and  no  matter  what  the  base.  The  following 
are  some  such  reactions  written  as  energy  equations: 

HCl,Aq  +  NaOH,Aq  =  NaCl,Aq  +  13.745  Cal. 
HNOj,Aq  +  NaOH,Aq  =  NaN08,Aq  +  13.68  Cal. 
HNOj,Aq  +  KOH,Aq  =  KN03,Aq  +13.77  Cal. 

Plausible  Explanation  Furnished  by  the  Dissociation  Theory. 

At  first  it  seems  extraordinary  that  the  same  quantity  of  heat  should 
be  evolved  no  matter  which  one  of  these  acids  is  neutralized  by 
no  matter  which  base;  that  the  formation  of  sodium  chloride,  of 
sodium  nitrate,  or  of  potassium  nitrate  in  dilute  solution  is  always 
accompanied  by  the  same  evolution  of  heat.  But  if  we  rewrite  these 
reactions  in  the  light  of  the  dissociation  theory,  they  appear  as  follows: 

IT  +  CI'  +  Na  +  OH'  ==  Na  +  CI'  +  H2O. 
IT  +  NO3'  +  K'  +  OH'  =  K*  +  NO3'  +  H2O. 

Canceling  or  disregarding  the  ions  which  appear  on  both  sides  of 
the  equality  mark,  for  they  have  evidently  undergone  no  change,  all 
these  equations  become  the  same  and  represent  the  formation  of 
undissociated  water  from  its  ions. 

Heat  of  Formation  of  Water  from  Its  Ions.  Thus,  according 
to  the  dissociation  theory,  the  neutralization  of  a  strong  acid  by  a 
strong  base  in  dilute  solution  consists  solely  in  the  formation  of  undis- 
sociated water  from  its  ions,  and  this  constant  quantity,  13.7  Cal.,  is 
then  in  truth  the  heat  of  formation  of  undissociated  water  from  its 
ions  according  to  the  reaction,  or  energy  equation: 

ff  +  OH'  =  H2O  +  13.7  Cal. 

Naturally,  the  heat  of  formation  of  water  from  its  ions  is  an  en- 
tirely different  quantity  from  the  heat  of  formation  of  water  from  its 
elements. 

Heat  of  Dissociation.  Exceptions  to  the  above  generalization  are 
found  when  we  use  cither  a  weak  acid  or  a  weak  base  in  the  neutral- 
ization. The  weak  acid  or  weak  base  is  supi)ose(l  to  be  incompletely 
dissociated,  and  it  must  dissociate  and  furnish  hydrogen  or  hydroxide 
ions  before  these  can  unite  to  form  undissociated  water.    The  varia- 
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tion  from  13.7  Cal.  we  attribute  to  the  heat  of  this  preliminary  re- 
actioii;  the  dissociation  of  the  undissodated  substance.  This  gives 
us  a  method  for  determining  the  heat  of  dissociation,  which  may  be 
either  positive  or  negative.    For  instance,  we  find 

NaOH,Aq  +  HF,Aq  =  NaF,Aq  +  16.27  Cal., 

and  we  consider  the  difference,  16.27  —  13.7  =  2.6  Cal.,  to  be  the  heat 
evolved  in  the  dissociation  of  HF. 
In  another  instance  we  find 

NaOH,Aq  +  HCN,Aq  =  NaCN,Aq  +  2.9  Cal. 

Then  2.9  —  13.7  =  — 10.8  is  the  heat  of  dissociation  of  hydrocyanic 
add.* 

The  Principle  of  Maximum  Work.  Efforts  to  utilize  thermo- 
chemical  data  to  foretell  whether  or  not  a  given  reaction  will  take 
place,  and  in  which  direction,  resulted  in  a  statement  called  the  "Prin- 
dple  of  Maximum  Work."  This  prindple,  which  had  its  inception 
in  the  mind  of  Hess,  was  more  explidtly  formulated  by  Thomsen 
and  received  its  most  definite  statement  from  Berthelot,  was  dis- 
cussed briefly  in  Chapter  VI .  Berthelot  stated  it  as  follows :  f  "  Every 
chemical  process  accomplished  without  the  intervention  of  any  exter- 
nal energy  tends  to  produce  that  substance  or  system  of  substances 
which  evolves  the  most  heat." 

Contradictions  of  the  Principle.  It  is  a  close  approximation  to 
the  truth  in  many  cases,  but  there  are  many  others  which  directly 
contradict  it.  According  to  this  principle,  no  endothermic  reaction 
could  occur  of  itself,  and  yet  we  know  of  numerous  endothermic 
reactions.  For  instance,  acetylene  forms  from  hydrogen  and  carbon 
at  the  temperature  of  the  electric  arc,  and  the  energy  equation  for 
this  synthesis  is  2[C]  +  (H2)  =  (C2H2)  —  51.4  Cal.    Many  salts  dis- 

*  Both  HF  and  HCN  are  supF>osed  to  be  partially  dissociated  in  dilute  solution 
and  the  heat  diflerences  as  calculated  above  arc  only  the  heat  effects  of  the  dissoci- 
ation of  those  portions  not  already  dissociated.  To  each  must  be  added  the  heat 
effect  of  dissociating  that  fraction  of  a  formula  weight  which  is  already  dissociated 
in  dilute  solution.     Making  these  corrections,  we  have 

Heat  of  dissociation  of  a  formula  quantity  of  HF  =  -f-3.1. 
Heat  of  dissociation  of  a  formula  quantity  of  HCN  =  —  ii.i. 

t  "Tout  changement  chimique  accompli  sans  Tinterv-ention  d'une  6nergie 
6trangire  tend  vers  la  production  du  corps  ou  du  syst^me  de  corps  qui  d6gage  Ic 
plus  de  chaleur,'*  P.  £.  M.  Berthelot.  "  Essai  de  M^canique  Chimique  fond^  sur 
la  Thermochimie, "  Vol.  II,  p.  421  (1879). 
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solve  in  water  with  the  absorption  of  heat.  But  the  most  important 
contradiction  is  the  fact  that  many  reactions  (theoretically  all  re- 
actions) proceed  imtil  they  reach  a  condition  of  equilibrium,  while, 
according  to  the  principle,  they  should  proceed  to  completion  in  the 
direction  evolving  most  heat.  The  principle  then  denies  the  possi- 
bility of  equilibria,  and  as  equilibria  certainly  do  exist,  it  is  a  state- 
ment contrary  to  fact  and  must  be  abandoned.  Efforts  to  sustain 
it  by  explaining  such  "exceptions"  on  the  basis  of  external  energies 
are  not  entirely  satisfactory. 

Van*t  Hoff  has  explained  the  fact  that  the  principle  seems  to  apply 
in  so  many  cases  by  calling  attention  to  the  fact  that  it  surely  would 
hold,  rigorously,  at  the  absolute  zero;  and  our  living  conditions, 
aroimd  290°,  are  not  so  very  far  removed  from  the  absolute  zero, 
relatively  speaking.*  Le  Chatelier  calls  it  an  extremely  interesting 
first  approximation  towards  a  strictly  valid  law.f 

Lc  Chatelier's  Law.  Le  Chatelier,  endeavoring  to  modify  and 
improve  Berthelot's  statement,  was  led  to  the  generally  applicable 
law  which  we  discussed  in  Chapter  XXIV  and  again  in  Chapter  XXVI. 
It  is  hardly  necessary  to  restate  it. 

Illustrated  by  the  Oxides  of  Nitrogen.  The  standard  illustra- 
tion of  Le  Chatelier's  law  is  the  equilibrium  2  NQj  ^  N2O4.  This 
reaction  proceeds  from  left  to  right  with  the  evolution  of  heat,  and 
from  right  to  left  with  the  absorption  of  heat.  A  convenient  way  to 
show  this  qualitatively  is  as  follows:  Put  some  liquid  N2O4  in  three 
tubes  10  to  30  cm.  long,  sealed  at  one  end.  After  enough  has  evapo- 
rated to  displace  the  air,  seal  the  other  ends.  At  room  temperature 
the  contents  will  be  distinctly  brown,  and  we  have  equilibrium  be- 
tween the  two  substances.  NQj  is  dark  brown,  while  Nj04  is  nearly 
colorless.  Reserve  one  tube  for  comparison  and  heat  the  second. 
Its  contents  become  much  darker  brown,  showing  that  more  NO2  has 
formed;  i.e.,  that  occurred  which  absorbed  heat.  Cool  the  third  by 
immersing  it  in  a  freezing  mixture,  and  its  contents  become  much 
lighter  brown,  showing  that  more  N2O4  has  formed;  i.e.,  that  occurred 

*  We  estimate  the  temperature  of  the  electric  arc  at  the  negative  pole  as  2500^; 
at  the  positive  pole  as  3900**  (Rossetti).  (Between  3000**  and  4100**  according  to 
Le  Chatelier.)  The  temperature  of  the  sun  is  estimated  at  9965**  by  Rossetti; 
at  7600®  by  Le  Chatelier;  at  5400°  by  Paschen.  These  values  are  calculated  from 
the  intensity  of  radiation,  determined  by  the  methods  of  optical  pyrometry.  See 
G.  Bredig,  "Ueber  die  Chemie  der  extremen  Temperaturen,"  1901. 

t  H.  Le  Chatelier  "Lecons  sur  le  Carbone,  la  Combustion,  les  Lois  Chimique/* 
p.  217  (1908). 
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wUch  evolved  heat.    The  (fisBodatmn.  may  be  fiQiLawed  qoantitm- 
tively  by  vapcK^-denaty  <  frtrr  1 1 1  n  lannny^  at  (fi^erent  temperatores. 

<lfplir<i  t»  Fihiffci  i  !■■  FfirhMii  Acoon&g  to  the  law  cndo- 
fh^TTwiV  proctsses  are  moce  Hkely  ta  occur  the  higher  the  tempera* 
tare.  Bydrogen  and  a^gexi  omte  with  the  evoiutkia  of  more  heat 
than  is  evohred  by  aziy  other  reactmiL  known  to  chemEStry  (cxxnparing 
equal  we^its),  and  yet  at  very  h^  teaxperatixres  water  dissociates 


FofsudicMi  cC  Onoe.  .Another  iQastiatikxi  ^  the  formatioii  of 
ozone  when  an  eJectiic  disdharge  occurs  throogh  oxygen.  That  ozone 
may  be  fonned  at  low  tempeiatnres  when  oxygen  es  passed  between 
dectrodes  possessing  h^  potential  diJierence  ts  but  one  of  several 
phenomena  indiratfng  that  the  conditioos  we  call  high  electnc  ten- 
sion resemble  in  some  way  conditions  of  high  temperature. 

The  Law  Does  not  EoMble  JSs  to  Foretdl  Chemkal  Occur- 
fences.  Le  ChateHer's  law  is  applicable  to  every  instance  of  equi- 
librium, and,  theoretically  at  least,  every  reaction  reaches  equilibrium 
if  given  time.  But  it  leaves  undecided  the  fundamental  question 
whether  or  not  a  reaction  will  take  place  when  two  substances  are 
brought  together,  and  also  the  question  as  to  what  causes  reactions 
to  take  place. 

Conclusion.  The  data  of  thermochemistr>'  give  us  measure- 
ments of  chemical  energy  in  terms  of  heat,  but  these  are  always 
measures  of  total  energy,  products  of  the  intensity  by  the  capacity 
factors,  and  they  never  give  us  a  measure  of  one  of  the  factors  apart 
from  the  other.  They  are  comparable  to  measurements  of  total 
electrical  energy  as  products  of  amperes  and  volts. 

Whether  a  reaction  takes  place  or  not  depends  exclusively  on  the 
intensity  factor,  and  hence  this  study  does  not  furnish  us  with  any 
sure  and  universal  rule  to  prognosticate  chemical  occurrences. 

•  The  per  cent  dissociated  at  different  temperatures  was  given  on  p.  173. 


CHAPTER  XXVin 
Electrochemistry  —  I  * 

THE   QUANTITY  FACTOR 

• 

Under  the  head  of  "  electrochemistry  "  belong  all  those  facts,  gen- 
eralizations, and  theories  which,  together,  comprise  our  knowledge 
regarding  the  processes  in  which  electrical  energy  is  converted  to 
chemical  energy  or  the  converse. 

Electrical  energy  is,  of  course,  a  better  term  than  electricity.  The 
latter  noim  suggests  that  there  is  something  which  we  might  isolate, 
weigh,  and  describe  as  we  do  sulphur  or  mercury,  and  which  we 
should  call  electricity.  Failing  in  this,  many  feel  that  electricity  is 
pecuUarly  marvelous,  a  private  province  for  wizards  only.  One, 
not  in  the  least  astonished  that  when  one  end  of  a  poker  is  thrust 
in  the  fire,  the  other  end  gets  hot,  regards,  with  a  spedes  of  awe,  the 
fact  that  a  wire  will  conduct  electricity.  By  "  marvelous  "  we  should, 
apparently,  understand  "novel"  or  "unfamiliar,"  for  there  is  nothing 

^  So  comprehensive  and  important  a  subject  as  electrochemistry  cannot  be 
covered  in  two  chapters.  The  effort  has  been  made  to  present  the  principles  of 
particular  interest  to  chemists  fully  enough  to  be  understood  by  4>eginners.  For 
additional  information  the  reader  is  referred  to  the  following  books. 

Texts: 

M.  Lc  Blanc,  '*A  Textbook  of  Electrochemistry,"  translated  from  the  fourth 
German  edition  by  W.  R.  Whitney  and  J.  W.  Brown,  332  pp.  (1907). 

R.  A.  Lehfeldt,  "Electrochemistry,"  268  pp.  (1904). 

R.  Llipke,  "The  Elements  of  Electrochemistry,"  translated  by  M.  M.  P.  Muir, 
223  pp.  (1897). 

Laboratory  directions  and  numerical  data: 

F.  Kohlrausch  and  L.  Holbom,  "Das  Leitverm5gen  der  Elektrolyte, "  211  pp. 

(1898). 
Ostwald-Luther-Drucker,    "  Physiko-Chemischer    Messungen,"    third    edition, 

573  pp.  (1910). 
Alexander  Findlay,  "Practical  Physical  Chemistry,"  282  pp.  (1906). 
Frederick  H.  Getman,  "Laboratory  Exercises  in  Physical  Chemistry,"  241  pp. 

(1904). 
And  also  the  standard  authorities,  Ostwald,  Nemst,  and  the  "Tabellen"  of 
Landolt,  Bdmstein,  and  Meyerhoffer. 
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intrinsically  more  marvelous  in  electrical  phenomena  than  there  is  in 
the  attraction  of  gravitation,  and  that  a  weight  will  fall  to  the  ground 
if  dropped.  The  most  familiar  incident  of  everyday  life,  such  as 
the  dissolving  of  a  lump  of  sugar  in  a  cup  of  tea,  is  marvelous  if  we 
mean,  as  we  usually  do  by  that  word,  that  we  cannot  understand  how 
it  happens. 

It  will  not  be  amiss  to  restate  the  "  point  of  view  "  which  it  is 
one  of  the  main  purposes  of  this  book  to  inculcate,  and  to  remind 
the  reader  that  all.  our  knowledge  of  properties  and  processes  (<.«., 
substances  and  energies)  consists  solely  of  descriptions  which  are 
inevitably  incomplete.  We  know  most  about  that  energy  which  we 
can  most  readily  and  accurately  measure,  and  the  modes  of  behavior 
of  which  we  can  most  successfully  formulate.  Judged  by  this  criterion 
we  know  as  much  about  electrical  energy  (electricity)  as  about  any 
other  form,  and  more  than  w^e  do  about  most  other  forms. 

Efforts  to  attribute  to  electrical  energy  weighable  and  volume-occu- 
pying properties  seem  to  be  more  nimierous  and  more  insistent  than 
like  efforts  regarding  any  other  form  of  energy.  The  phlogiston 
theory  of  heat  was  converted  to  a  curio  by  Lavoisier  at  the  end  of 
the  eighteenth  century.  "  Clerk-Maxwell  may  be  credited  with  the 
remark  that  Faraday's  work  had  the  result  of  banishing  the  term 
*  the  electric  fluid '  into  the  limbo  of  newspaper  science,"  *  by  the 
middle  of  the  nineteenth  century,  and  yet  the  term  "  current  *'  prob- 
ably implies  a  lingering  belief  in  an  objective,  weighable,  flowing 
liquid. 

The  idea  that  there  are  two  kinds  of  "  electricity,"  positive,  de- 
noted by  a  plus  sign,  and  negative,  denoted  by  a  minus  sign,  is  still 
more  firmly  established,  and  has  crystallized  into  the  language  until 
it  is,  at  the  present  time,  in  vain  to  endeavor  to  avoid  using  it.  Such 
conventions  are  justifiable  if  they  facilitate  expression,  if  only  it 
can  be  remembered  that  they  are  conventions  like  our  symbols,  lines, 
and  the  pictographs  containing  both,  with  which  we  indicate  the 
architectural  features  of  molecules.  Insidious  as  these  devices  are, 
they  are  indispensable. 

The  electron  theory  is  gradually  altering  these  conventions  and 
substitutmg  improvements;  but  these  are  still  conventions.  The 
present  lashion  is  to  speak  somewhat  as  follows:  There  is  only  one 
kind  of  ''electricity,"  and  that  is  of  the  minus  variety.  A  uni- 
valent anion  in  solution  is  whatever  the  s>Tnbol  or  formula  stands 
♦  Sec  "  Michael  Faraday,"  by  Sylvanus  P.  Thompson,  p.  218. 
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for,  plus  an  electron;  a  univalent  cation  is  whatever  the  symbol  or 
formula  stands  for,  less  an  electron.  Bivalency  is  supposed  to  corre- 
spond to  the  presence  of  two  extra  electrons  or  the  absence  of  two 
which  were  originally  present,  and  so  on.  There  are  distinct  advan- 
tages in  this  method  of  representing  facts;  it  is  a  plausible  and  useful 
theory,  one  we  should  know.  The  familiar  disadvantage  attaches  to 
it,  though,  for  there  is  an  undeniable  inclination  on  the  part  of  some 
to  accept  it  too  eagerly,  somewhat  with  the  feeling,  '^  at  last  we  know 
what  electricity  is."  This  finds  expression  in  what  is  called  '*  the 
atomic  structure  of  electricity,"  as  if  anybody  knew  anything  about 
"  atomic  structure."  We  do  not  know  what  "  electricity  "  really  is 
any  more  than  we  know  what  heat,  light,  chemical  energy,  or  any 
other  form  of  energy  "  really  is."  But  we  can  measure  it  and  formu- 
late its  manifestations. 

As  with  other  forms,  we  simplify  our  problems  if  we  divide  the 
total  electrical  energy  into  a  capacity  factor  and  an  intensity  factor, 
in  such  a  way  that  the  product  of  these  factors.equals  the  total  energy, 
and  establish  units  for  the  measurement  of  each  factor  separately. 
Although  the  fimdamental  units  in  which  we  express  these  factors, 
and  the  instruments  used  in  measuring  them,  are  doubtless  well 
known  to  the  majority  of  my  readers,  a  brief  siunmary  follows: 

The  Galvanometer.  The  galvanometer  is  the  instruipent  most 
used  to  detect  and  measure  an  electrical  current  It  consists,  in  its 
simplest  form,  of  a  magnetic  needle  suspended  within,  or  close  to,  a 
coil  of  wire.  In  working  with  this  instrument  it  is  convenient  to 
remember  Ampere's  rule. 

Ampere's  Rule.  Suppose  a  man  swimming  in  the  wire  in  the  di- 
rection of  what  we  call  the  "  plus  current  "  and  with  his  face  toward 
the  needle.  Then  the  north-seeking  end  of  the  needle  will  be  de- 
flected toward  his  left  hand.  In  a  galvanometer  of  the  d*Arsonval 
type,  a  "  horseshoe  "  magnet  is  'in  a  fixed  position  and  a  small  coil  of 
wire  is  suspended  between  its  poles.  When  a  current  is  passed  through 
this  coil  it  turns,  and  from  the  deflection  the  quantity  of  electrical 
energy  which  is  passing  per  unit  time  may  be  calculated.  Such  an 
instnmient,  provided  with  a  pointer  and  scale,  is  called  an  ampere- 
meter, sometimes  an  ammeter,  from  the  name  of  our  imit  of  current 
quantity. 

Resistance.  Between  the  two  ends  of  a  constant  source  of  elec- 
trical energy,  such  as  a  cell  of  a  storage  battery,  place  a  copper  wire 
of  uniform  aoss  section  and  known  length,  and  also  an  ampere- 
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meter,  and  note  the  quantity  of  the  current.  Then  substitute  double 
the  length  of  wire  and  it  will  be  found  that  the  current  quantity  is 
halved.  The  wire  then  conducts  electrical  energy,  but  offers  a  cer- 
tain resistance  to  its  passage,  and  we  f urthermcu'e  learn  from  many 
such  experiments  that  the  quantity  of  current  is  inversely  propor- 
tional to  the  resistance.  Next  double  the  source  by  connecting  two 
cells  in  series;  i.e.,  connect  the  plus  terminal  of  the  first  to  the  minus 
terminal  of  the  second,  and  connect  the  original  wire  and  ami>ere- 
meter  to  the  minus  terminal  of  the  first  and  the  plus  tenninal  of  the 
second.  (Of  course  if  all  these  signs  are  reversed  the  result  is  the 
same.)  Twice  the  quantity  of  current  will  now  flow  through' the  am- 
peremeter. We  have  doubled  the  driving  force,  the  electromotive 
force,  the  intensity  factor  of  electrical  energy  (commonly  written 
e.m.f.),  and  find  that  by  so  doing  we  have  doubled  the  ciurent  quan- 
tity. From  many  such  experiments  we  have  learned  that  the  quantity 
of  current  is  directly  proportional  to  the  electromotive  force. 

Ohm's  Law.  Combining  these  generalizations,  we  have  what  is 
known  as  Ohm's  law,  first  annoimced  by  a  German  physicist,  G.  S. 
Ohm  (1781-1854),  in  1827.    Let  C  =  quantity  of  current,  E  =  electro- 

motive  force,  and  R  =  resistance,  then  C=  -551  the  fundamental  for- 

mulation  of  the  relationship  between  the  imits. 

Ohm.  The  unit  of  resistance  is  called  the  ohm.  Owing  to  the 
difficulty  in  making  absolute  measurements,  based  on  the  C.  G.  S. 
units,  the  international,  legal  ohm  is  defined  as  the  resistance  of  a 
thread  of  mercury  106.3  cm.  long  and  one  mm.^  in  cross  section,  at  0°. 
This  quantity  of  mercury  weighs  14.4521  g.  This  particular  length 
was  selected  in  order  that  the  electrical  units  as  a  whole  should  stand 
in  a  simple  relationship  to  the  C.  G.  S.  system.  Another  unit,  for- 
merly much  used,  now  little  used,  is  the  mercury,  or  Siemens  unit. 
It  is  the  resistance  of  a  thread  of  mercury  as  above,  but  just  one 
meter  long.     Ohm  is  often  indicated  by  the  symbol  w. 

Coulomb.  The  unit  for  the  quantity  factor  of  electrical  energy 
is  called  the  coulomb,  in  honor  of  the  French  engineer  and  physicist, 
C.  A.  Coulomb  (1736-1806).  Again  because  of  the  difficulty  of 
making  absolute  measurements,  it  is  defined  as  the  quantity  of  elec- 
trical energy  which  will  deposit  1.118  mg.  of  silver.  Time  does  not 
enter  into  this  definition,  but  it  does  into  the  following. 

Ampere.  The  unit  of  current  quantity  is  called  the  ampere,  from 
the  French  physicist  and  chemist,  A.  M.  Ampere  (1775-1836).    A 
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current  of  one  ampere  delivers  one  coulomb  per  second.  One  one- 
thousandth  part  of  an  ampere  is  a  milliampere,  a  unit  much  used  in 
laboratory  investigations. 

Volt.  The  unit  for  the  intensity  factor  of  chemical  energy,  the 
electromotive  force,  is  called  the  volt,  so  named  in  honor  of  Count 
A.  Volta.  (1745-1827),  an  Italian  physicist,  and  is  derived  from  the 
other  two  imits,  the  ohm  and  the  ampere,  using  Ohm's  law.  One 
volt  is  the  intensity,  or  electromotive  force,  which  will  cause  a  one- 
ampere  current  to  pass  through  one  ohm. 

Joule.  Total  electrical  energy  is  of  course  the  product  of  the  in- 
tensity factor  by  the  quantity  factor.  The  unit  is  called  the  Joule, 
so  named  in  honor  of  J.  P.  Joule  (1818-1889),  ^^  English  physicist. 
Coulombs  X  volts  =  Joules.  Here  again  the  time  element  does  not 
enter;  but  it  does  into  the  following. 

Watt.  The  technical  unit  in  which  electrical  energy  is  measured 
is  called  the  watt,  from  James  Watt  (i  736-1819),  the  Scotch  inventor. 
It  is  the  power  to  do  work  of  a  current  of  one  ampere  with  an  in- 
tensity of  one  volt.  In  buying  and  selling  electrical  energy  the  unit 
is  the  watt-hour;  t.e.,  what  a  one- volt  one-ampere  current  delivers 
in  one  hour.  The  kilowatt  is,  of  course,  one  thousand  times  this. 
For  instance,  an  incandescent  lamp  is  called  a  40-watt  lamp  if,  when 
the  voltage  is  100,  0.4  ampere  passes  through  the  filament,  or  if,  when 
the  voltage  is  200,  0.2  ampere  passes  through  the  filament,  and  so 
on.  Suppose  an  electric  lighting  company  charges  12  cents  per  kilo- 
watt; hours  is  understood,  and  so,  to  run  this  lamp,  it  will  cost 

X  12  =  0.48  cent  per  hour.* 

1000 

Methods  of  Measurement.     The  methods  of  making  the  most 

common  measurements  may  be  understood  from  Fig.  64.    A  and  B 

are  the  terminals  of  a  storage  battery,  the  source  of  a  constant  supply 

of  electrical  energy.    C  is  an  amperemeter,  an  instrument  constructed 

with  a  short  coil  of  large  wire  through  which  the  whole  of  the  current 

passes.    /^  is  a  resistance  box  containing  spools  of  insulated  wire, 

each  spool  having  a  known  resistance,  as  i  ohm,  2  ohms,  5  ohms,  etc. 

The  resistances  in  such  a  box  are  usually  related  to  each  other  as 

*  One  ohm  is  intended  to  equal  lo*  C.  G.  S.  units.  One  coulomb  is  intended  to 
equal  10-^  C.  G.  S.  units.  One  volt  is  intended  to  equal  lo"  C.  G.  S.  units.  The 
best  absolute  measurements  we  have  give:  One  ohm  is  nearly  1.0002  X  ip*  C.  G.  S. 
units;  one  coulomb  is  nearly  0.9998  X  10-*  C.  G.  S.  units.  It  follows  that  one 
volt  is  practically  what  it  was  intended  to  be:  One  joule  =  coulombs  X  volts  —  loi' 
^  ^  "  For  further  discussion  of  these  units  see  texts  on  physics. 
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weights  in  a  box  of  weights.    The  ends  of  the  wires  are  scddered  to 
brass  blocks  adjacent  to,  but  not  touching,  each  other.    By  inserting 

or  removing  brass  plugs  these  blocks  may  be 
connected,  or  the  connection  may  be  broken  in 
such  a  way  that  the  current  must  pass  through 
the  attached  spool.  In  this  way  the  total  resist- 
ance of  the  box  may  be  varied  at  will.  Such  an 
instrument  is  often  called  a  rheostat.  Sup^xne 
we  have  removed  plugs  and  counting  up  find  R 
equals  120  ohms;  suppose  all  connections  are 
made,  with  stout  wires,  such  that  the  resistance  of  the  circuit  outside 
the  rheostat  is  negligible  as  compared  with  that  in  the  box;  suppose 

the  amperemeter  shows  0.05  ampere  passing.    Since  C  =  -^ ,  we  have 

o.os  =  —  or  £  =  6.0  volts. 
^      120 

K  is  a  voltmeter,  an  instrument  made  like  an  amperemeter  but 
containing  a  coil  of  very  long  fine  wire,  i.e.,  with  a  high  internal  re- 
sistance. If  it  is  used  to  determine  the  voltage  of  a  battery,  it  is 
connected  directly  to  the  two  terminals  as  shown.  It  is  said  to  be 
inserted  as  a  ''  shunt,"  the  term  used  to  indicate  that  it  affords  an- 
other and  independent  i)ath  for  the  current.  As  its  resistance  is  so 
high,  only  a  small  part  of  the  current  passes  through  it.  It  should  be 
noted,  however,  that  a  small  portion  does  pass  through  it  and  must 
pass  through  it;  othcr^\isc  it  would  give  no  reading.  This  error  is 
not  negligible  in  exact  measurements.  Suppose  we  do  not  know  the 
value  of  Rj  but  that  the  voltmeter  shows  10  volts  and  the  ampere- 
meter  0.2  ampere.    We   have,   then,  0.2  =  -5^  ,   or   /?  =  50  ohms. 

Finally,  supix)se  we  have  no  amperemeter,  but  the  voltmeter  reads  8 

Q 

volts  and  we  have  40  ohms  out  of  R.    Then  C  =  —  ,  and  0.2  ampere 

40 

must  be  passing  through  the  circuit. 

"  Fall  in  Potential."  Suppose  we  have  a  long  wire  with  a  total 
resistance  of  2  ohms  and  apply  an  e.m.f.  of  2  volts  at  the  ends.  At- 
tach a  voltmeter  to  one  end  and  the  middle;   it  will  read  one  volt. 

This  illustrates  the  fact  that  Ohm^s  law,  C  =  -^,  applies  to  any  part 

of  the  drcuit  as  well  as  to  the  whole  circuit.    We  say  the  "  fall  in 
potential ''  along  half  the  wire  is  one  volt,  the  "  fall  ^^  ^ " 

along  the  whole  wire  is  2  volts.    It  is  plain  that  the 
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between  any  two  points  in  any  circuit  is  the  same  fraction  of  the 
whole  e.m.f.  applied  at  the  ends  as  the  resistance  included  between 
the  points  is  of  the  whole  resistance. 

Calculating  the  Current  in  a  Branching  Circuit.  In  Fig.  65 
a  current  passes  through  an  amperemeter  C  and  then  at  A  forks, 
part  passing  through  resistance  Ri^  part  n 

passing  through  resistance  R%,  to  come       '""^  ^  * 

together  again  at  B,    Suppose  the  am- 


Fig.  65. 


peremeter  reads  0.5  ampere  and  that 
we  know  ^1=2  ohms  and  Rt  —  %  ohms. 
We  wish  to  know  how  many  amperes  pass  through  each  branch.  Con- 
ductance is  the  name  given  to  the  property,  ability  to  conduct;  and, 
as  the  word  implies,  it  is  the  reciprocal  of  the  resistance.  The  greater 
the  resistance,  the  less  the  conductance,  and  vice  versa.  Branch  /?i, 
having  a  resistance  of  2  ohms,  may  be  said  to  have  a  conductance  of 
J,  and  by  the  same  reasoning  branch  R2  may  be  said  to  have  a  con- 
ductance of  |.  Now  the  conductance  of  Ri  plus  the  conductance  of 
Rt  provides  for  the  passage  of  all  that  passes,  or  0.5  ampere,  and  the 
quantity  passing  through  each  branch  is  directly  proportional  to  its 

conductance.    Then  the  quantity  passing  through  Ri  (x)  is  to  the 

1  I         wC      y 

quantity  passing  through  Rt  (y)  as  -  is  to  r  ,  or  ~  =  -  ,  or  a;  =  4  y. 

2  o  o        2 

Furthermore,  the  sum  of  these  two  parts  is  the  whole  current,  oxx  +  y 
=  0.5  ampere.  Thus  we  find  y  =  o.i  ampere  and  x  =  0.4  ampere. 
Wheatstone  Bridge.  One  of  the  most  used  combinations  of  in- 
stnunents  is  known  as  the  Wheatstone  bridge,  from  Sir  Charles  Wheat- 
stone  (1802-1875),  an  English  physicist 
and  inventor.  In  Fig.  66  a  current  forks 
B  at  i4,  part  going  through  resistance  Ri 
and  R2  to  the  point  of  recombination  at 
By  part  going  through  Rz  and  Ra  to  the 
same  point  B.  A  galvanometer,  G,  is 
connected  in  such  a  way  as  to  form  a 
bridge  from  a  point  between  Ri  and  R2  and  a  point  between  Ri 
and  R\.  Now  if  R\  is  to  ^2  as  Ri  is  to  /?4,  no  current  will  cross  this 
bridge,  but  if  this  exact  proportion  does  not  exist,  some  current  will 
pass  through  the  galvanometer.  Suppose  Ra  is  a  wire  whose  resist- 
ance we  wish  to  determine.  We  adjust  the  other  three  resistances 
tmtil  there  is  no  deflection,  and  knowing  these  can  at  once  calculate 

RtRz 


R. 

1 

R. 

R.  R4 


Fig.  66. 


Ri :  -R4,  and  so  JR4  = 


Ri 


430 


THEORETICAL  AND  PHYSICAL  CHEMISTRY 


In  determining  the  resistance  of  electrolytes  we  utilize  this  prin- 
dpie  with  the  modifications  shown  in  Fig.  67.  A  represents  a  bat- 
tery, the  current  from  which  is  led  to  a  small  induction  coil  /,  which 
preferably  vibrates  rapidly,  giving  out  a  high  note,  familiar  as  that 


Fig.  67. 

of  a  mosquito.  The  secondary  alternating  current  is  sent  through 
a  wire  BC,  of  high  resistance,  stretched  along  a  meter  stick  or  woimd 
on  a  drum  which  can  be  revolved. 

The  current  forks  at  B,  part  passing  along  the  wire,  part  passing 
through  the  rheostat  R  and  the  cell  X  containing  the  electrolyte,  and 
the  two  parts  unite  again  at  C  Z>  is  a  knife-edge  arranged  in  such  a 
way  that  it  may  be  slid  along  the  wire.  From  a  point  between  R 
and  X  a  wire  leads  to  the  telephone  T,  and  the  other  wire  from  the 
telephone  leads  to  the  knife  D.  We  thus  have  a  Wheatstone  bridge 
in  which  the  portion  of  the  wire  BD  corresponds  to  Ri  of  Fig.  66,  the 
portion  of  the  wire  DC  corresponds  to  R2,  R  corresponds  to  R^^  and 
X  to  Ri.  When  the  resistance  of  BD  is  to  the  resistance  of  DC  as 
the  resistance  of  R  is  to  the  resistance  of  A',  no  current  will  pass 
through  the  telephone.  When  an  alternating  current  passes  through 
a  telephone,  a  loud  buzzing  noise  is  heard;  if  no  current  passes,  of 
course  the  telephone  is  silent.  If  the  wire  is  uniform,  the  resistance 
of  the  two  parts  are  to  each  other  as  their  lengths,  and  as  all  we 
require  for  our  calculation  is  the  ratio,  we  do  not  need  to  know 
the  resistance  of  the  wire.  For  instance,  suppose  in  making  a 
measurement  we  have  the  resistance  of  ^  =  no  ohms  and  have 
moved  the  knife  till  the  telephone  is  silent,  and  then  find  D  is  350  mm. 
from  B.  We  then  have,  350  :  650  =  no  :  J^,  from  which  we  calcu- 
late at  once  that  X  =  204+  ohms.* 

*  Wires  arc  seldom  if  ever  so  uniform  that  we  can  use  the  lengths  directly 
without  introducing  too  great  an  error.    Such  a  wire  must  be  calibrated.    This 
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The  other  diagram  in  the  same  figure  illustrates  an  alternative 
method  of  connecting  the  instruments.  The  wires  from  the  coil  and 
from  the  telephone  have  just  changed  places.  The  main  advantage 
in  this  arrangement  is  that  it  gives  a  high  e.m.f.  where  the  knife 
touches  the  wire,  and  this  is  desirable,  as  this  is  the  most  uncertain 
contact  in  the  whole  arrangement. 

Conductors  and  Nonconductors.  Substances  are  classified  as 
conductors  and  nonconductors,  or  insulators.  Here,  as  with  so 
many  other  properties  of  substances,  there  is  no  sharp  line  of  demar- 
cation but  one  merges  into  the  other. 

Classification  of  Conductors.  Conductors  may  be  divided  into 
two  classes.  Conductors  of  the  first  class  experience  only  heating 
effects  from  the  passage  of  the  current;  metals  and  carbon  belong 
to  this  class.  The  conductors  of  the  second  class  suffer  chemical 
change  simultaneously  with  the  passage  of  the  current;  this  change 
is  called  electrolysis.  Salts,  either  fused  or  in  solution,  adds  and 
bases  in  solution,  belong  in  this  class.  We  call  these  solutions 
electrolytes. 

When  a  current  passes  through  an  electrolyte,  the  metals  are  sep- 
arated where  the  "  positive  electricity  "  leaves  the  solution,  and  the 
acid  radicals  are  separated  where  the  "  negative  electricity  "  leaves 
the  solution.  We  may  say,  then,  that  the  metals,  and  the  replaceable 
hydrogen  of  adds,  move  with  the  positive  current,  while  add  radicals 
and  the  hydroxyl  group  move  with  the  negative  current. 

We  call  these  portions  of  an  electrolyte,  which  so  move,  the  ions. 
The  ions  traveling  with  the  positive  current  we  call  cations,  and  they 
separate  out  on  the  cathode.  Those  traveling  with  the  negative  cur- 
rent we  call  anions,  and  these  separate  out  at  the  anode.* 

Remembering  the  above  conventions,  it  is  easy  to  trace  the  direc- 
tion of  the  current  through  any  system  of  batteries  and  cells,  however 

is  quickly  and  easily  done  as  follows:  Set  up  a  Wheatstone  bridge  as  indicated  in 
Fig.  67,  substituting  a  second  rheostat  Ri  for  the  cell  X.  Make  R  =  10  ohms 
and  Ri  —  ^  ohms.  Find  the  position  of  the  knife  for  silence  in  the  telephone. 
Whatever  this  reading,  it  represents  the  point  at  which  one-tenth  of  the  total 
resistance  of  the  wire  is  between  B  and  D  and  nine- tenths  is  between  D  and  C. 
Next  make  R  —  20  ohms  and  R2  =  So  ohms.  The  knife  reading  now  will  be  the 
point  at  which  two-tenths  of  the  total  resistance  is  between  B  and  D.  Next 
make  /?  »  30  and  Rt  —  70,  and  find  the  knife  reading,  and  so  on.  The  wire  may 
readily  be  calibrated  in  this  way  at  any  desired  intervals;  the  only  thing  to  re- 
member is  that  R  -\-  R2  must  always  equal  a  constant  number  of  ohms. 

*  Anion,  by  derivation,  signifies  that  which  goes  up;  cation  signifies  that  which 
goes  down. 
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varied.  For  instance,  suppose  we  have  a  battery  consisting  of  zinc 
and  carbon  plates,  and  that  we  are  using  it  to  copperplate  something 
in  a  copper  sulphate  solution.  The  zinc  is  dissolving,  that  is,  moving 
away  from  the  zinc  pole  in  the  battery.  Therefore,  the  plus  current 
is  doing  likewise  and  comes  out  through  the  carbon  plate,  which  is, 
on  this  account,  frequently  called  the  "  plus  "  or  "  positive  "  pole  or 
terminal.  It  passes  on  into  the  electrolytic  cell  and  through  this, 
taking  the  metallic  copper  with  it  and  depositing  this  copper  on  the 
electrode  connected  with  the  zinc  pole. 

Faraday's  Law.  Suppose  we  have  a  number  of  cells,  each  provided 
with  a  pair  of  electrodes  and  connected  in  series,  that  is,  one  after  the 
other  in  such  a  way  that  the  current  must  pass  through  number  one, 
then  through  number  two,  and  so  on.  Thus,  if  the  current  is  allowed 
to  pass  for  a  definite  time,  the  same  quantity  of  electrical  energy  will 
pass  through  each  cell.  Suppose  the  first  cell  contains  acidulated 
water,  the  second  a  solution  of  silver  nitrate,  the  third  a  solution  of 
copper  sulphate,  the  fourth  a  solution  of  a  stannous  salt,  the  fifth  a 
solution  of  a  stannic  salt.  If  we  interrupt  the  ourent  when  just  8 
grams  of  oxygen  have  separated  at  the  anode  of  number  one,  we 
shall  find  that  1.008  grams  of  hydrogen  have  separated  at  the  cathode 
of  that  same  cell;  that  107.88  grams  of  silver  have  separated  at  the 
cathode  of  number  two,  and  reactions  have  occurred  at  the  anode 
of  that  same  cell  corresponding  to  the  liberation  of  a  formula 
weight  of  the  ion  NO3'  (either  solution  of  the  metal  of  the  anode 
or  decomposition  of  w^ater  with  the  liberation  of  8  grams  of  oxygen); 
that  31.8  grams  of  copper  have  deposited  on  the  cathode  of  number 
three,  while  reactions  corresponding  to  one  half  the  formula  weight 
of  the  ion  SO4"  have  occurred  at  the  anode  of  that  cell;  that  59.5 
grams  of  tin  have  deposited  on  the  cathode  of  cell  number  four, 
and  29.75  grams  of  tin  have  deposited  on  the  cathode  of  cell  nimi- 
ber  ^ye.  Now  all  these  quantities  are  chemically  equivalent  to  each 
other;  that  is,  they  are  each  and  all  quantities  with  which  imit 
quantity  of  chemical  energy  is  associated.  (It  may  be  desirable 
for  the  reader  to  refer  back  to  the  chapter  on  chemical  energy, 
affinity,  and  valence,  wherein  the  concept  of  the  quantity  factor 
of  chemical  energy  was  developed  at  length.)  This  experiment  has 
been  carried  out  with  a  great  many  different  substances,  always  with 
the  same  result;  a  given  quantity  of  electrical  energy  always  separates 
chemically  equivalent  quantities  at  the  electrodes.  This  fundamen- 
tal generalization,  true  for  all  instances  of  electrolysis,  is  known  as 


THE  QUANTITY  FACTOR  433 

Faraday's  law,  from  Michael  Faraday  (1791-1867),  tlie  English  chem- 
ist and  physicist  who  discovered  it  and  announced  it  in  1833.  The 
fact  that  we  can  make  this  generalization  demonstrates  that  there  is 
a  very  close  relationship  between  electrical  and  chemical  energies. 

The  Faraday.  By  definition,  when  1.118  mg.  of  silver  have  been 
deposited  one  coulomb  of  electrical  energy  has  passed,  so  when  a 
symbol   weight  in  grams   (107.88)   of  silver   has  been   deposited, 

— -■  -  ■=  96493  +  coulombs    have     passed.     Our    experimental 

methods  are  not  accurate  enough  to  justify  us  in  considering  this 
value  correct  to  the  last  significant  figure,  and  so  it  is  customary 
to  call  it  96  500.  This  quantity  of  electrical  energy,  which  is  just 
sufficient  in  electrolysis  to  separate  out  a  quantity  of  any  sub- 
stance, element  or  compound,  which  has  associated  with  it  unit 
quantity  of  ability  to  combine  chemically,  is  often  called  a  faraday. 
This  quantity  is  comparable  in  its  usefulness  in  all  problems  involv- 
ing electrolysis  with  the  usefulness  of  the  quantity  32.4  liters  in 
problems  involving  changes  from  weight  to  volumes  of  gases. 

Coulometers.  Faraday's  law  furnishes  us  with  an  almost  bewil- 
dering choice  of  methods  for  determining  the  quantity  of  electrical 
enei^  which  has  passed  through  a  circuit.  We  have  only  to  insert 
an  electrolytic  cell  in  the  circuit,  at  the  close  of  the  experiment 
determine  by  analytical  methods  the  quantity  of  chemical  change, 
and  calculate  from  this  directly  the  quantity  of  electrical  energy 
which  has  passed.  Such  cells  are  generally  called  voltameters,  but 
this  is  a  misnomer,  as  they  tell  us  nothing  about  volts,  nor  about 
amperes  either,  unless  we  simultaneously  measure  the  time  and  are 
sure  the  current  has  not  varied  during  the  experi- 
ment. They  do  tell  us,  and  some  with  a  high 
degree  of  accuracy,  the  number  of  coulombs  which 
have  passed,  and  therefore  they  should  be  called 
coulomb  meters,  better  abbreviated  to  coulometers. 

In   a   beaker  containing   a    suitable   electrolyte 
place  an  anode  and  a  cathode  as  shown  in  Fig.  68. 
Having  weighed  the  cathode,  insert  this  arrange- 
ment in  the  circuit.     At  the  close  of  the  experi-  *■ 
mcnt,  wash,  dry,  and  weigh  the  cathode  once  more.    The  increase  in 
weight  is  the  weight  of  metal  deposited,  and  from  a  knowledge  of  the 
weight  in  grams  of  the  metal  which  has  associated  with  it  unit  quan- 
tity of  chemical  energy,  what  is  ordinarily  known  as  the  equi^^ent 
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weight  of  that  metal,  applying  Faraday's  law,  we  calculate  at  once 
the  number  of  coulombs  which  have  passed.  For  instance,  we  find 
one  gram  of  silver  has  deposited;  we  know  that  107.88  grams  are  de- 


lombs  have  passed.  Suppose  we  find  that  1.5  grams  of  copper  have 
deposited  from  a  cupric  sulphate  solution;  we  know  that  31.8  grams 

are  deposited  by  96  500  coulombs;  therefore  — ^  X  96  500  =  4552 

31.S 
coulombs  have  passed. 

A  vast  amount  of  work  has  been  done  perfecting  details  so  that 
no  loss  shall  occur  mechanically  or  chemically.  The  silver  coulom- 
eter  particularly  has  been  brought 
to  a  high  degree  of  perfection  be- 
cause it  has  been  made  the  l^al 
ultimate  standard  of  measurement 
of  quantity  of  electrical  energy. 
Fig.  69  shows  a  silver  coulometer 
as  recommended  by  Richards.* 

The  cathode  is  a  platinum  cru- 
cible, and  the  anode  a  piece  of 
pure  silver  susftended  in  a  porous 
cup  which  catches  any  particles 
of  silver  which  might  become  de- 
tached. The  electrolyte,  which 
should  stand  at  a  somewhat  higher 
level  outside  than  inside  the  por- 
ous cup,  contains  from  30  to  40 
parts  by  weight  of  pure  silver 
'^''^'  "^'  nitrate  to  100  parts  by  weight  of 

distilled  water.  For  accurate  results,  it  is  not  safe  to  allow  more 
than  0.1  gram  silver  per  cm.'  to  defKMit  on  the  cathode.  The  cur- 
rent density  must  not  exceed  0.2  ampere  at  the  anode  nor  0.02  am- 
pere at  the  cathode. 

Current  Density.  By  current  density  we  mean  the  quantity  in 
amperes  per  unit  area  of  electrode  submerged  in  the  electrolyte.  If 
the  total  current  passing  is  one  ampere  and  the  area  of  the  anode  is 
5  cm.',  the  current  density  at  the  anode  is  0.2  ampere.    If  the  cathode 

•  T.  W.  Richards.  E.  Collins,  and  G.  W.  Hdmrod,  Proc.  Am.  Acad,  of  ArU 
atidScKiices,  35,  113-150  (1899). 
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in  the  same  cell  has  an  area  of  50  cm,*,  the  current  density  at  the 
cathode  is  o.oa  ampere.  With  this  silver  coulometer,  it  is  possible  to 
attain  an  accuracy  of  ±  0.03  per  cent.* 

The  copper  coulometer  is  not  so  reliable,  but  is  amply  good  enough 
for  many  purposes.  One  form  consists  of  copper  electrodes  in  an 
electrolyte  containing  150  g.  copper  su]phate,  500  g.  sulphuric  add, 
50  g.  alcohol  and  lobog.  water.  The  current  density  should  not  be 
below  2  nor  above  20  milliamperes  per  cm,'  of  cathode.  It  is  desir- 
able to  bubble  a  slow  stream  of  carbon  dioxide 
through  the  solution  to  keep  it  stirred. 

A  number  of  coulometers  are  based  on  the 
principle  of  measuring  the  volume  of  a  gas 
evolved.  For  instance,  water  is  electrolyzed 
and  the  hydrogen  alone  or  the  hydrogen  and 
oxygen  together  are  collected  and  measured  and 
the  simple  calculation  follows. 

A  convenient  coulometer  for  measuring  large 
quantities  of  current  is  illustrated  in  Fig.  70. 
The  lower  chamber  of  the  apparatus  contains 
two  platinum  electrodes,  connected  by  heavy 
platinum  wires  sealed  through  the  glass,  sub- 
merged in  10  per  cent  to  20  per  cent  sodium 
hydroxide  solution.  The  upper  chamber  con- 
tains calcium  chloride  between  glass-wool  plugs. 
This  catches  moisture  while  the  hydrogen  and 
oxygen  escape.  The  whole  apparatus  is  weighed 
before  and  after  the  experiment  and  the  loss 
in  weight  is  the  weight  of  water  electrolyzed. 
96  500  coulombs  electrolyze  g.ooS  grams  of 
water.  In  case  heavy  currents  are  passed  for 
a  long  time,  it  may  be  necessary  to  cool  the 


cell. 


Fig.  70. 


Other  coulometers,  particularly  for  small  quantities,  are  based 
upon  the  principle  of  determining  by  titration,  for  instance,  the 
quantity  of  silver  which  has  gone  into  a  solution,  or  the  quandty 
of  iodine  which  has  been  separated  from  potassium  iodide.f 

*  Forfult  working  directions  see  the  original  article  (JM.  ctl.).oi'Ostwald-Lutlin- 
Drucker,  "Physiko-Chemische  Messungen,"  p.  +96. 

t  See  Ostwtl<l-Luthtf-Dnicker,"Physiko-Chemischc  Messungen,"  fordeuila. 
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There  are  many  applications  of  electrolytic  processes,  in  technical 
and  in  analytical  chemistry,  of  great  interest  and  value,  but  it  is  not 
possible  to  include  these,  and  the  reader  is  referred  to  the  standard 
works  mentioned  at  the  beginning  of  this  chapter  for  information 
upon  these  topics.  We  shall  now  proceed  to  consider  certain  reason- 
ings from  the  facts  summarized  in  Faraday's  law.  These  facts  are 
most  plausibly  explained  by  Arrhenius's  theory  of  electrolytic  disso- 
ciation, which  was  first  presented  in  Chapter  XVI.  This  theory  is 
not  the  only  one  possible,  but  it  is  so  much  the  most  useful  we  have 
as  yet  devised  that  it  is  the  only  theory  with  which  we  need  to  be 
thoroughly  conversant. 

It  will  be  remembered  that,  according  to  this  theory,  any  sub- 
stance which  in  water  solution  conducts  electrical  energy  is  to  be 
imagined  as  dissociating  inmiediately  upon  solution,  and  inde- 
pendent of  the  presence  or  absence  of  electrodes  or  a  current  of  elec- 
trical energy,  into  cations  carrying  ''  plus ''  charges,  and  anions 
carrying  "  minus  "  charges.  We  suppose  that  these  ions  actually 
transport  the  electrical  energy  somewhat  as  hod  carriers  transport 
bricks.  A  cation,  arriving  at  the  cathode,  dumps  its  load  of  electrical 
energy  there,  and,  becoming  a  different  substance,  acts  otherwise  than 
it  acted  as  an  ion.  For  instance,  in  a  solution  of  KCl,  we  have 
potassium  ions,  K',  a  compound  of  the  element  potassium  and  elec- 
trical energy  in  fixed  and  definite  proportions,  96  500  coulombs  of 
electrical  energy  and  39.10  grams  of  potassium.  This  compound  is 
decomposed  at  the  cathode,  the  electrical  energy  goes  oflF  through 
the  wire  and  leaves  free  potassium,  which  then  of  course  promptly 
decomposes  water  with  the  evolution  of  hydrogen  and  the  formation 
of  KOH,  which  equally  promptly  dissociates  to  K'  and  OH'.  It  may 
be  seen  at  once  that  in  order  to  obtain  a  plausible  explanation  of 
Faraday's  law  we  must  assume  that  the  copper  ion  carries  two  units 
charge.  That  is,  63.57  grams  of  copper,  as  ions,  have  associated  with 
them  2  X  96  500  coulombs;  for  that  Is  the  amount  of  electrical  energy 
obtained  when  enough  of  the  compound,  Cu",  is  decomposed  to  give 
63.57  grams  of  metallic  copper.  By  the  same  reasoning,  the  stannous 
ion  must  consist  of  a  symbol  weight  of  tin  united  with  two  unit 
quantities  of  electrical  energy,  and  is  to  be  represented  by  Sn",  and 
the  stannic  ion  must  consist  of  a  symbol  weight  of  tin  united  with 
four  unit  quantities  of  electrical  energy,  and  is  to  be  represented  by 
Sn     . 

Solutions  of  sugar,  alcohol,  glycerol,  etc.,  do  not  conduct  electrical 
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taergy  (or  tlie  conduction  is  so  small  that  it  is  negligible),  so  these 
solutions  are  not  electrolytes,  and  we  reason  that  there  are  no  ions 
present,  that  these  substances  do  not  dissociate.  Solutions  of  adds, 
bases,  and  salts  do  conduct,  and  we  reason  that  there  must  be  ions 
present.  Moreover,  the  better  they  conduct,  the  more  ions  must  be 
present,  and  so  a  measure  of  ability  to  conduct  is  a  measure  of  the 
degree  of  dissociation. 

The  Conductivity  Method.  The  experimental  method  which  we 
use  to  determine  the  degree  of  dissociation  on  this  principle  was 
devised  by  F.  Kohlrausch,  and  the  arrangement  of  the  measuring  in- 
struments has  been  described  and  illustrated  in  Fig.  67.  The  cells 
holding  the  electrolyte  may  be  of  various  forms,  adapted,  each,  to 
some  special  purpose.  The  most  generally  useful  are  small  glass 
cylinders  3  or  4  cm.  in  diameter  and  7  or  8  cm.  deep,  containing 
horizontal  platinum  disks  as  electrodes.  The  two  forms  most  used 
are  shown  in  Fig,  71,  Stout  platinum  wires  hol(hng  the  electrodes 
are  sealed  into  glass  tubes,  and  these 
are  sealed  into  hard  rubber  cell  covers 
which  fit  the  cell  fairly  well.  This  is 
in  order  that  the  electrodes  may  be  i 
removed  and  replaced  in  very  nearly 
the  same  position.  The  glass  tubes  are 
filled  with  mercury,  and  wires  dipping 
into  this  establish  the  necessary  con- 
nections. It  is  not  always  easy  to  ob- 
tain silence  in  the  telephone,  and  in 
almost  all  cases  we  must  employ  a  sort 
of  vibration  method,  moving  the  knife 
along  the  wire  to  the  right  to  a  defi- 
nite small  intensity  of  sound,  and  then  to  the  left  to  a  position 
of  about  the  same  intensity.  The  arithmetical  mean  between  these 
two  positions  is  taken  as  the  reading.  It  has  been  found  that,  in 
most  cases,  coating  the  electrodes  with  platinum  black  by  electro- 
lyzing  a  solution  of  PlCl<,  occasionally  reversing  the  direction  of  the 
current,  makes  it  easier  to  determine  the  position  of  mlnimiun  sound 
in  the  telephone.  The  alternating  current  must  be  used  in  determin- 
ing the  resistance  of  the  electrolyte,  for  a  direct  current  would  result 
in  polarization,  and  no  constant  readings  could  be  obtained.  The 
reastance  of  an  electrolyte  varies  with  the  temperature,  in  general 
falling  off  about  2  per  cent  for  each  degree  increase  in  temperature,  and 


Fig.  71. 


438  THEORETICAL  AND  PHYSICAL  CHEMISTRY 

SO  the  temperature  must  be  known  accurately  and  must  be  hdd  con- 
stant. Therefore  the  cell  is  placed  in  a  thermostat  maintained  at 
25^  :±  o.i^.  This  is  the  standard  temperature  adopted  for  these 
measurements.    If  another  is  used  the  fact  is  stated. 

In  this  way  we  determine  the  resistance  in  chms  of  the  electrcdyte 
between  the  electrodes  in  our  cell,  but  this  result  cannot  be  used 
directly  for  comparing  with  results  obtained  with  other  dectrodes  in 
other  cells.    It  must  be  calculated  over  to  a  standard. 

Specific  Resistance  or  Resistivity.  From  the  measurement  of  the 
resistance  in  ohms  of  a  c(^per  wire  of  known  length  and  diameter, 
we  can  determine  what  we  call  its  ^)ecific  resistance,  or,  as  recent 
books  call  it,  the  resisti\ity.  We  now  speak  of  the  resistance  ai  a 
definite  wire  of  copper,  but  of  the  resistivity  of  the  substance  copper. 
The  resistivity  or  ^ledfic  resistance  of  a  substance  is  the  resistance 
in  ohms  of  a  centimeter  cube  of  the  substance  between  two  paraUd 
faces.  The  resistance  of  a  wire  is  directly  proportional  to  its  length 
and  inversely  proportional  to  its  cross  section.  If  ^  ==  resistance  in 
ohms,  /  =  length  in  cm.,  g  =  cross  section  in  cm.',  and  a  =■  resistivity, 

we  have  R^  a  from  which  we  may  calculate  resistivity  from  a 

measurement  of  length,  cross  section,  and  resistance,  or  may  calcu- 
late the  resistance  of  a  given  vdit  if  we  know  the  resistivity  of  the 
substance.  For  instance,  by  experiment  we  find  that  a  hard  co(^r 
wire,  500  cm.  long  ynXh  cross  section  of  i  mm.*  at  0°,  has  a  resistance 

of  —  of  an  ohm.     Then  —  =  a  ^r—  >  or  a  =  -z Again,  know- 

12  12         xJiy  600000 

ing  the  resistivity  of  copper  to  be  7— »  we  wish  to  know  the  resist- 
ance of  a  ydxt  5  mm.*  in  cross  section  and  one  kilometer  long.  We 
have  R  = — - — ,  or  /?  =  2>'Z2>+  ohms. 

000  000         llSJi 

Specific  Conductance  or  Conductivity.  As  has  been  said,  the 
reciprocal  of  the  resistance  is  the  conductance,  and  similarly,  the 
reciprocal  of  the  specific  resistance  or  resistivity  b  the  specific  con- 
ductance or  conducti\ity.    This  is  commonly  denoted  by  the  Greek 

letter  x»  and  so  x  =  -  *     From  the  above  figures,  we  see  that  the 

(J 

conductivity  of  hard  copper  at  0°  is  600  000;  or,  as  it  is  more  usually 
expressed,  60  x  10*.    If  L  =  conductancef  -  j  we  have  Z.  =  x?- 
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Our  cells  are  almost  never  of  dimensions  to  give  the  conductivity 
directly.  We  may  measure  the  area  of  our  electrodes  and  their 
distance  apart,  and,  if  they  fit  closely  to  the  sides  of  the  cell,  may 
calculate  at  once.  For  instance,  suppose  the  area  of  each  electrode 
is  4  cm.^  and  that  they  are  just  i  cm.  apart,  and  that  we  find  the 
resistance  is  i  ohm.    We  have  J  =  a  J,  or  a  =  2,  and  x  =  i- 

Capacity  Factor  of  a  Cell.  But  the  electrodes  do  not  fit  the  sides 
closely,  and  so  our  "wire"  is  not  of  uniform  cross  section;  the  elec- 
trodes are  not  apt  to  be  exactly  parallel  and  the  accurate  measure- 
ment of  their  areas  and  distance  apart  is  no  easy  task.  We  get 
around  these  difficulties  as  follows:  We  put  in  our  cell  an  electrolyte 
whose  conductivity  is  known  and  measure  the  resistance.    The  con- 

ft 
ductivity  of  an  —  KCl  solution  at  25°  is  0.012  89.    Suppose  our  cell, 

containing  this  solution,  gives  us  a  resistance  of  20  ohms.  Then  the  con- 
ductance L  =  Viy-    Inserting  in  the  formula,  we  have  ^  =  0.012  89  j, 

or  ^  = o  =  3'S79'    We  have  not  found  the  distance  between 

I      o.2S7» 

our  electrodes  nor  their  area,  but  this  ratio  is  all  we  need.    Suppose 

we  put  another  electrolyte  of  imknown  conductivity  in  that  same 

cell  and  find  i^  =  50W.    We  have  only  to  substitute  in  the  formula 

and  obtain  3V  =  X  3-879,  or  x  =  o-oo5  156,  the  conductivity  sought. 

It  is  more  convenient  to  transpose  and  write  the  formula  -^  "  =  X, 

Rq 

and  thus  the  reciprocal  of  our  value  for  y  or  — r — ,  or  0.2578,  is  evi- 
dently the  number  by  which  to  multiply  the  conductance  as  measured 
in  our  cell  to  obtain  the  conductivity  of  the  electrolyte  within  it.  It 
remains  a  constant  for  that  cell  so  long  as  the  electrodes  are  not  bent 
nor  altered,  but  it  is  desirable  to  redetermine  it  at  rather  frequent 
intervals.  It  is  called  the  capacity  factor  of  the  cell.  Let  us  denote 
it  by  C;  then  LC  =  x-  In  words,  the  conductance  times  the  capacity 
factor  of  the  cell  gives  the  conductivity. 

Molecular  Conductivity.  Suppose  we  have  a  cell  whose  elec- 
trodes are  just  one  centimeter  apart  and  as  large  as  we  like.  Between 
these  electrodes  let  us  put  so  much  of  the  solution  that  one  molecular 
weight  in  grams  of  the  solute  is  present.  The  conductance  of  this 
cell  so  filled  is  the  molecular  conductivity  of  the  substance.  The 
molecular  conductivity  is  denoted  by  /x.    If  we  have  a  normal  solu- 
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tion,  i.e.,  one  containing  a  gram  molecular  weight  in  a  liter,  our  elec- 
trodes must  each  have  a  siuiace  of  looo  square  centimeters,  since  there 

are  looo  cubic  centimeters  in  a  liter.    If  our  solution  is  —  normal, 

ICO 

we  must  have  loo  liters  between  our  electrodes  in  order  to  measure 
directly  the  molecular  conductivity,  and  this  would  require  electrodes 
with  areas  of  loo  ooo  cm.^  or  lo  square  meters  each. 

Such  enormous  ceUs  as  would  be  required  for  the  direct  measure- 
ment of  molecular  conductivities  are  entirely  impossible,  but  this  is 
no  drawback,  for  the  values  are  so  readily  calculated.  We  find,  in 
the  way  which  has  been  described,  the  conductivity  of  a  solution,  and 
this,  by  definition,  is  the  conductance  of  a  centimeter  cube.  We  then 
multiply  this  by  the  number  of  cubic  centimeters  which  we  should 
have  to  take  in  order  to  get  one  molecular  weight  in  grams  of  the 
solute  between  the  electrodes.    For  a  normal  solution  we  multiply 

by  looo;  for  a  —  normal  solution  we  multiply  by  looooo.    This 

•^  lOO 

volume,  by  which  we  must  multiply  the  conductivity  to  obtain  the 
molecular  conductivity,  is  called  the  dilution  and  is  denoted  by  V. 

Thus  xV  ^  fiv  OT  LCV  = /jLv. 

Molecular  Conductivity  Varies.  Suppose  we  have  a  liter  of  a 
normal  solution  of  potassium  chloride  in  our  imaginary  cell,  and 
that  we  measure  its  molecular  conductivity.  Call  this  Hr^,  If  now 
we  add  pure  water,  we  increase  the  dilution,  but  do  not  increase  the 
amount  of  potassium  chloride  present.  We  find  the  conductivity,  Xi 
of  this  more  dilute  solution  is  less,  but  when  we  multiply  by  the  new 
dilution,  72,  we  find  the  new  molecular  conductivity,  xVt  =  M»t» 
larger  than  /Hn.  The  only  plausible  explanation  for  this  fact  is  the 
assumption  that  by  diluting  we  have  increased  the  number  of  ions. 
These  additional  ions  must  have  come  from  the  dissociation  of  pre- 
viously undissociated  molecules  of  the  solute,  for  the  conductivity  of 
pure  water  is  so  small  it  may  be  neglected. 

"Infinite"  Dilution.  We  may  add  more  water,  and  find  ^^ 
larger  than  /Hr,,  and  again  Hv^  larger  than  /Hr,,  and  so  on  until  at  last 
we  reach  a  point  where  further  additions  of  water  do  not  increase 
the  molecular  conductivity  any  more.  If  we  reach  this  maximum  of 
molecular  conducti\ity  upon  the  tenth  addition  of  pure  water  and 
then  make  an  eleventh  and  twelfth  addition,  we  shall  find  m»„  =  /*»„ 
=  Mr„,  etc. 

The  plausible  explanation  of  these  facts  is  the  assumption  that  with 
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the  successive  additions  of  water,  more  and  more  molecules  of  KCl 
have  been  dissociated  to  the  ions  K'  and  CI'  imtil  at  last,  ail  the 
molecules  of  KCI  having  been  dissociated,  further  additions  of  water 
cannot  bring  more  K'  and  CI'  ions  into  existence.  •  At  this  point  dis- 
sociation is  complete;  the  molecular  conductivity  is  a  maximum  and 
constant. 

It  is  usual  to  denote  the  molecular  conductivity  when  dissociation 
is  complete  by  the  symbol  /z^.  This  is  often  called  infinite  dilution, 
but  by  this  term  we  do  not  mean  an  infinite  amoimt  of  water,  but 
an  amoimt  so  large  that  more  produces  no  further  effect  on  the 
molecular  conductivity. 

Equivalent  Conductivity.  We  determine  the  equivalent  conduc- 
tivity of  a  substance  exactly  as  we  determine  its  molecular  .con- 
ductivity, only  using  an  equivalent  weight  in  grams  instead  of  a. 
molecular  weight  in  grams.  It  is  customary  to  denote  equivalent 
conductivity  by  X  and  by  X».  Thus  Xioooo  means  the  conductance  of 
an  equivalent  weight  in  grams  dissolved  in  10  liters  and  between 
electrodes  one  centimeter  apart.  The  dilution,  7,  is  often  expressed 
in  liters  instead  of  cubic  centimeters,  but  no  confusion  is  apt  to 
result  from  this. 

Following  is  a  table  showing  the  equivalent  conductivities  of 
some  solutions  at  25°.    Dilution,  7,  is  expressed  in  liters. 


Dilutions. . 

KCl 

NaCl 

JMgCl,... 
I  NiSO*  . . . 
iCu(NO,), 

HCl 

HBr 


32 

135.7 
II3-6 
108.2 
66.7 
105.2 

393 
398 


64 

139  4 
11^.9 

"35 
77 
III 

399 
402 


4 
2 


128 

142.4 
119. 8 

118. 0 
88.2 

116. 1 
401 

40s 


256 

145-7 
121. 4 

121. 6 

98.9 

119. 2 

403 

405 


512 
148.0 
124.9 
124.6 

1093 
120.4 


406 


1024 

149- 1 
126.3 

127.4 
117. 4 
122.5 


405* 


*  For  many  more  similar  tables  see  any  d  the  larger  works  on  electrochemistry,  and  particu- 
larly "  Ldtvermdgen  der  Elektrolyte,"  by  Kohlraosch  and  Holbom. 

This  table  shows  how  equivalent  conductivities  increase  with  the 
dilution.  In  the  case  of  HBr,  the  maximum  is  reached  at  the  com- 
paratively small  dilution  of  128  liters;  it  is  reached  for  all  practical 
purposes  by  all  strong  adds  and  salts  of  strong  adds  with  strong 
bases,  at  or  below  a  dilution  of  2000  liters.  In  these  measurements 
particularly  pure  water  must  be  used,  else  its  conductivity  is  not 
negligible.  ,  Distilled  water  good  enough  for  analytical  purposes  is 
not  nearly  good  enough  for  this.    It  must  be  distilled  with  special 
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precautions.  Such  water  is  usually  referred  to  as  "  conductivity " 
water.* 

The  Degree  of  Dissociation*  If  a  solution  does  not  conduct  at 
all  we  assume  notions  are  present;  if  a  solution  shows  a  maximum 
molecular  conductivity,  Moo  ,  we  assume  that  dissociation  is  complete. 
It  follows  that  there  is  a  direct  proportionality  between  the  conduc- 
tivity and  the  number  of  ions,  or  degree  of  dissociation.  This  ratio, 
the  fraction  dissociated,  is  usually  denoted  by  a.    If  Mv  is  less  than 

the  maximum,  then  a  =  —    In  order  to  calculate  a,  /i^  must  be 

known,  and  this  may  be  determined  by  direct  experiment  in  many 
cases,  but  in  many  others  it  is  calculated  by  a  method  which  has 
been  developed  from  facts,  and  by  reasoning,  which  we  shall  now 
consider. 

The  Rate  of  Migration  of  Ions.  In  a  series  of  articles  which 
appeared  from  1853  to  1859,  long  before  our  present  dissociation 
theory  was  advanced,  W.  Hittorf  f  described  experimental  methods 
and  results,  and  suggested  plausible  hypotheses,  not  favorably  re- 
ceived at  the  time,  but  now  considered  as  fundamental,  regarding 
the  mechanism  of  conduction  by  electrolytes.  He  sent  known  quan- 
tities of  electrical  energy  through  electrolytic  cells,  determined  the 
changes  in  concentration  of  the  electrolyte  about  one  or  both  elec- 
trodes, and  from  these  analytical  results  determined  the  relative 
rates  at  which  different  ions  transport  the  current. 

Imagine  we  have  a  trough-like  cell  as  represented  in  Fig.  72  filled 

n 
with  an  electrolyte,  say  — AgNOs  solution,  and  imagine  it  di\'ided 

into  an  anode  compartment  .4,  a  middle  compartment  B,  and  a 
cathode  compartment  C.  Suppose  we  send  a  small  current  through 
this  cell  carefully,  so  that  no  gas  is  evolved,  and  so  that  all  the  current 
passes  from  the  anode  to  the  solution  by  the  dissoh-ing  of  silver,  and 
all  the  current  passes  from  the  solution  to  the  cathode  by  the  deposit- 
ing of  silver.  Then  a  definite  quantity  of  silver  will  have  been 
added  to  the  solution  in  the  anode  compartment,  and  the  same  quan- 
tity of  silver  will  have  been  taken  out  of  the  cathode  compartment. 
Hittorf's  apparatus  was  so  devised  that  he  could  remove.the  contents 

*  See  laboratory  manuals  for  methods  of  preparing  "conductivity"  water. 
See  also  p.  460  for  more  details  about  the  conductivity  of  water. 

t  Pogg.  AnnaL,  89,  177-211  (1853);  98,  1-33  (1856);  103,  1-56  (1858);  106, 
337-411  and  513-586,(1859).  These  articles  have  been  reprinted  in  QstwaM's 
"Klassiker  der  Exakten  Wisscnschaften,"  No.  21  and  No.  23. 
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of  the  three  compartments  separately  and  analyze  them.  He  found 
that  the  concentration  of  silver  nitrate  was  increased  in  the  anode  com- 
partment, but  not  enough  to  cor-   ^^^ 

respond  to  all  the  silver  dissolved,        ^  "TW- 

and  was  decreased  in  the  cathode 
compartment,  but  not  enough  to 
correspond  to  all  the  silver  de- 
posited, and  that  it  remained  im- 
changed  in  the  middle  compart- 
ment.    This  is  what  one  would  t- 

I'lg.  72. 

expect,  since  silver  dissolves  from 

the  anode  and  is  deposited  on  the  cathode;  but  there  is  more  to  the  * 
phenomenon.  The  change  in  concentration  observed  is  not  solely  a 
change  in  the  quantity  of  silver;  each  compartment  contains  neutral 
AgNOa  after,  as  before,  the  experiment,  and  so  NOs'  ions  must  have 
left  the  cathode  compartment  and  have  traveled  to  the  anode  com- 
partment, while  Ag'  ions  traveled  in  the  opposite  direction.  The 
way  in  which  we  can,  from  these  concentration  changes,  calculate 
the  relative  rates  at  which  Ag  ions  and  NOs'  ions  transport  electri- 
cal energy  is  ingenious. 

The  quantity  of  current  which  passes  any  definite  point  in  a  cir- 
cuit in  a  given  time  is  the  same  as  that  which  passes  any  other  point 
in  the  circuit  in  the  same  time;  this  is  a  fundamental  and  self-evident 
fact  regarding  conduction.  At  the  point  of  contact  between  our 
anode  and  solution,  it  is  all  carried  by  +  ions  going  into  solution; 
at  the  point  of  contact  between  solution  and  cathode,  it  is  all  carried 
by  +  ions  going  out  of  solution.  How  is  it  carried  past  a  point 
represented  by  a  cross  section  within  the  solution?  We  believe  it  is 
carried  by  ions,  and  that  we  have  both  +  and  —  ions  engaged  in  the 
process.  Let  us  confine  ourselves  for  the  sake  of  simplicity  to  imi- 
valent  ions  such  as  we  have  here  in  our  illustration,  Ag*  and  NO/. 
If  10  Ag'  ions  move  across  our  boundary  from  left  to  right,  a  definite 
quantity  of  electricity  will  have  passed  that  point;  if  10  NO/  ions 
move  across  our  boundary  from  right  to  left,  the  same  quantity  of 
electricity  will  have  passed  that  point,  and  in  the  same  direction;  if 
S  Ag'  ions  cross  from  left  to  right  and  5  NOs'  ions  cross  from  right 
to  left,  we  shall  have  the  same  result  again;  and  lastly,  if  4  Ag* 
ions  cross  from  left  to  right  and  6  NOs'  ions  cross  from  right  to 
left,  we  once  more  have  the  same  result.  The  total  current  trans- 
ference is  the  quantity  transferred  by  the  cations  plus  the  quantity 
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transferred  by  the  anions.  The  fraction  of  the  whole  carried  by  one 
kind  of  ion  is  what  is  known  as  the  transference  number  for  that 
ion. 

Now  let  us  refer  back  to  our  cell.    We  must  conduct  our  experi- 
ment in  such  a  way  that  the  concentration  in  the  middle  compartment 
is  not  changed,  otherwise  our  analyses  of  the  contents  of  the  anode 
and  cathode  compartments  will  not  give  us  the  true  values  of  the 
concentration  changes  produced  by  the  current.    We  must,  therefore, 
use  a  small  current  for  not  too  long  a  time,  say  lo  milliamperes  for 
2  hours.    From  these  results  we  can,  by  simple  multiplication,  cal- 
culate the  changes  which  would  have  arisen  if  we  had  sent  unit  quan- 
'  tity,  96  500  coulombs,  through  the  cell.    Suppose  the  anode  and 
cathode  compartments  are  so  large  they  each  contain  an  equivalent 
weight  (107.88  grams)  silver,  as  ions,  to  begin  with.    Suppose  that 
by  solution  of  the  anode  another  equivalent  weight  of  silver  has  been 
added.    If  none  l^ft  this  compartment,  we  should  find  two  equivalent 
weights  of  silver  there  at  the  end.    But  we  do  not;  we  find,  and  this 
is  the  result  of  actual  experiment,  1.527  equivalent  weights  of  Ag 
ions  and  the  same,  i.e.,  1.527  equivalent  weights,  of  NO/  ions.    It  is 
dear,  then,  that  i  —  0.527  or  0.473  equivalent  weights  of  filver  have 
moved  out  of  this  compartment,  and  that  0.527  equivalent  weights  of 
NO3'  ions  have  moved  into  it.    The  "  door  *'  of  this  compartment  is  a 
cross  section  in  the  solution,  and  we  now  have  a  good  picture  of  how 
the  current  passes  through  this  door.    We  may  say  0.473  ^^  ^^  current 
is  carried  by  +  ions  (Ag*  ions)  crossing  from  left  to  right,  while  0.527 
of  the  current  is  carried  by  —  ions  (NOj'  ions)  crossing  from  right  to 
left.    As  each  ion  carries  the  same  quantity  of  electrical  energy,  it 
follows  that  when  473  Ag'  ions  have  crossed  to  the  right,  527  N0|' 
ions  have  crossed  to  the  left,  and  so  the  velocity  of  migration  of  the 
cations  Ag'  is  to  the  velocity  of  migration  of  the  anions  N0|'  as  0.473 
is  to  0.527.    These  are  the  quantities  we  have  called  the  transference 
numbers. 

A  word  of  caution  is  needed  here.  It  might  appear  to  be  a  neces- 
sary result  of  such  a  mechanism  that  an  excess  of  negative  ions  shall 
accimiulate  to  the  left,  and  an  excess  of  positive  ions  to  the  right,  of 
any  such  imaginary  boundary.  This  does  not  happen;  experiments 
prove  the  solution  remains  neutral  at  all  points.  It  could  not  happen 
because  of  the  hea\y  charges  on  the  ions  which  cause  them  to  attract 
each  other.  It  must  be  remembered  that  positive  ions  are  con- 
stantly being  added  at  the  anode  and  removed  at  the  cathode,  evi- 
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dently  at  just  the  rate  requisite  to  maintain  the  neutrality.  Fig.  73 
is  an  effort  to  illustrate  graphically  how  we  imagine  these  concentra- 
tion changes  come  about.  +  signs  represent  cations  and  —  signs 
anions.  The  double  row  at  a  represents  the  even  distribution  to 
begin  with.  If  the  conduction  consisted  solely  in  10  cations  going 
into  the  solution  at  the  anode,  passing  evenly  through  the  solution 
and  pushing,  so  to  speak,  10  cations  out  of  the  solution  at  the  cathode, 
while  the  anions  took  no  part  in  the  current  transference,  the  picture 
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Fig.  73- 

would  not  be  altered.  But  now  let  us  express  graphically  what  we 
believe  occurs  (only  assuming  the  transference  numbers  are  cation 
0.4  and  anion  0.6,  as  we  have  no  convenient  way  to  picture  the  actual 
fractions).  Ten  cations  have  entered  compartment  A,  while  4  have 
left.  Then  16  are  there,  more  or  less  crowded  up  near  the  electrode, 
but  spread  to  an  even  distribution  in  B.  Ten  cations  have  left  com- 
partment C  and  only  4  have  entered  it,  so  they  are  thinly  spread 
near  the  electrode.  Six  anions  have  left  compartment  C,  the  same 
number  are  in  B  as  originally  there,  and  6  anions  have  entered 
compartment  A.  Thus  for  each  cation  there  is  an  anion,  and  the 
double  row  b  pictures  the  experimental  results  and  shows  how  the 
anions  can  move  6  imits  of  distance  to  the  left,  while  the  cations 
move  but  4  to  the  right,  without  disturbing  the  neutrality  of  any 
part  of  the  solution. 

The  loss  in  the  anode  compartment  is  4,  while  that  in  the  cathode 
compartment  i9^-6,  and- these  are  the  transference  numbers  we  as- 
sumed in  this  demonstration.    We  may  then  formulate  as  follows: 

loss  in  anode  compartment  _  velocity  of  cation 
loss  in  cathode  compartment      velocity  of  anion  ' 

But  it  will  also  be  noticed  that  a  determination  of  the  change  in  con- 
centration around  one  electrode  is  all  that  is  necessary  to  calculate 
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the  transference  numbers  of  both  ions.  One  form  of  apparatus  at 
present  used  in  the  laboratory  is  shown  in  Fig.  74.*  The  right  1^  of 
the  ff-shaped  vessel  is  filled  to  a  level  indicated  by  a-a  with  a  con- 
centrated solution  of  copper'  nitrate  in  which  is  a  copper  cathode. 

mm 

The  apparatus  is  filled  to  the  level  indicated  by  bbbb,  with —  AgNOj 

solution,  and  a  silver  anode  is  near  the  bottom  of  the  left  1^.  The 
connections  with  the  electrodes  are  protected  by  glass  tubes.    In  one 

experiment  careful  analysis  showed  that  the 
solution,  to  begin  with,  contained  0.00739 
gram  AgNOa  per  gram  of  water.  A  small 
current  was  sent  through  for  two  hours.  A 
silver  coulometer  was  in  series  with  the  ex- 
periment, and  0.0780  gram  silver  •was  de[x>s- 
ited  on  its  cathode.  This  amount  is  0.000  723 
of  an  equivalent  weight  in  grams  of  silver 
(Ag  =  107.88).  After  the  droiit  was  broken, 
the  solution  about  the  anode  was  taken  out 
through  the  stopcock  and  analyzed.  It  con- 
tained 23.14  grams  water  and  0.2361  gram 
AgNOa.  This  much  solution  before  the  pas- 
sage of  the  current  contained  23.14  X  0.00739 
=0.1710  gram  AgNOs.  The  amount  of  AgNOj 
in  the  anode  compartment  had  then  increased 
Fig-  74.  by  0.2361  —  0.17 10  =  0.0651  gram.    This  in- 

crease is  0.000  383  of  an  equivalent  weight  in  grams  of  silver  and  also 
the  same  fraction  of  an  equivalent  weight  in  grams  of  nitrate  ion. 
The  quantity  of  silver  which  dissolved  from  the  anode  must  have  been 
the  same  as  that  which  deposited  on  the  cathode  of  the  coulometer, 
as  that  was  the  only  way  in  which  electrical  energy  passed  that  point 
of  the  circuit.  (If  any  gas  had  evolved,  the  experiment  would  have 
been  worthless  for  the  calculation  in  hand.)  Since  0.000  723  equiva- 
lent weight  of  silver  was  added  and  the  increase  found  was  0.000  383, 
the  difference,  or  0.000  723  —  0.000  383  =  0.000  ^^ao.  is  the  amount 
which  migrated  out  of  the  anode  compartment  While  this  was 
going  on,  0.000  383  equivalent  weight  of  NO3'  migrated  into  the 
compartment.  Thus  the  velocity  of  migration  of  the  Ag*  is  to  the 
velocity  of  migration  of  the  NO3',  as  0.000  ^40  is  to  0.000  383.    The 

•  Figure  and  experiment  taken  from  "  Physiko-Chemischc  Messungen, "  Ost- 
wald-Luther-Drucker,  pp.  504-5. 
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total  quantity  of  electrical  energy  transported  was  o.ooo  723;  there- 
fore the  fraction  transported  by  the  Ag'  is  — ^^  =  0.470,  and 

'^  "^  °        0.000  723  ' 

the  fraction  transported  by  the  NOs'  is  -^ "^-^  =  0.530;    and 

these  are,  by  definition,  the  transference  (or  transport)  numbers  for 
these  ions. 

If  Ha  is  the  transference  number  of  the  anion  and  n^  the  transference 
number  of  the  cation,  then  ««  +  «c  =  i,  or  «c  =  i  —  ««. 

Following  is  a  short  table  of  transference  numbers  of  anions,  from 
which  the  transference  niunbers  of  the  corresponding  cations  may  also 
be  read  by  utilizing  the  above  formula.  The  dilution,  V,  is  given  in 
terms  of  liters  which  must  be  taken  to  obtain  a  formula  weight  in 
grams,  or  half  a  formula  weight  in  grams  when  the  coefficient  i 
appears. 


K- 


KCl 

KBr 

KI 

NH4CI 

NaCl.... 

KNO,... 

AgNO,. . 

KOH.... 

HCl 

}4  BaCl, . 
K  K,CO,. 
M  CUSO4. 
K  H,S04 


100 


0.506 


0.528 


so 


0.507 


0.528 


0.62 


20 


0.507 


0.614 


0.528 
0.172 


0.626 


10 


0.508 

0.617 
0.497 
0.528 

0.73s 
0.172 


0.632 


0.509 

0.620 
0.496 
0.527 

0.736 
0.172 


0.643 


0.513 

0.626 
0.492 

0.519 


0.173 


0.43s 
0.668 

0.182 


0.514 

0.637 
0.487 
0.501 


0.176 
0.640 

0.434 
0.696 
0.174 


o.S 


0.515 


0.479 
0.476 


0.657 

0.413 
0.720 


*  The  values  in  this  table  are  taken  £rom  Kohlraosch  and  Holborn,  "  Leitvennogen  der  Elek- 
troljrte,"  p.  aoi. 

The  transference  numbers  are  evidently  not  wholly  independent  of 
the  dilution.  It  has  been  observed,  also,  that  temperature  alters 
them,  and  Kohlrausch  has  shown  that  there  is  a  tendency  for  them  all 
to  approach  0.5  at  high  temperatures.  Let  us  suppose  that  at  a  certain 
dilution  and  temperature  the  cation  moves  4  imits  distance  while 
the  anion  moves  6.  tia  then  equals  0.6.  Let  us  further  suppose  that 
at  a  higher  temperature  both  move  faster,  for  instance  the  cation  6 
units  to  the  anion  8.  Then  »«  :  We  =  8  :  6;  but  »«  +  n^  =  i;  there- 
fore fia  =  0.57;  that  is,  both  transference  numbers  are  nearer  to  0.5. 

Complex  Ions.  The  methods  described  for  determining  transfer- 
ence numbers  also  enable  us  to  dedde  as  to  what  the  ions  probably 
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are  into  which  a  complex  salt  may  be  supposed  to  dissociate.  For 
instance,  AgCN  dissolves  in  a  solution  of  KCN,  and  the  question 
arises,  Are  there  K*  cations  and  also  Ag'  cations  in  that  solution? 
The  chemical  behavior  is  not  that  of  a  solution  containing  Ag'  and 
determination  of  concentration  changes  produced  by  electrol3rsis 
shows  that  the  concentration  of  silver  around  the  cathode  is  dimin- 
ished more  than  corresponds  to  the  amount  of  silver  deposited  on 
the  cathode;  therefore  silver  must  have  moved  toward  the  anode, 
and  so  it  must  be  part  of  an  anion.  It  is  thus  plausible  to  assume  the 
existence  of  a  compound  with  a  formula  E[Ag(CN)2  dissociating  into 
K'  cations  and  Ag(CN)2'  anions.  Since  silver  is  deposited  on  the 
cathode,  we  must  assiune  that  some  Ag*  cations  exist  in  the  solution 
also,  but  their  concentration  must  be  exceedingly  low,  as  rather  sensi- 
tive qualitative  chemical  tests  fail  to  detect  them. 

By  this  sort  of  reasoning  we  are  led  to  assume  the  existence  of  the 
following  salts,  dissociating  as  indicated: 

Na4PtCl«4^2Na  +PtCV' 

NaAuCU^^Na-l-AuCl/ 
K4Fe(CN)6  4=±  4  K*  +  Fe(CN)6"" 
K3Fe(CN)6  ?:±  3  K*  +  Fe(CN)6'" 

Amphoteric  Electroljrtes.*  Apparently  some  substances  are 
capable  of  dissociating  in  more  than  one  way.  These  have  been 
named  amphoteric  electrolytes.  In  acid  solutions  of  lead  salts  the 
lead  travels  toward  the  cathode,  in  alkaline  solutions  it  travels 
toward  the  anode.  These  are  the  facts,  and  the  plausible  explana- 
tion is  that  in  the  first  case  the  lead  is  present  as  cations  and  in  the 
second  as  anions.  We  are  inclined  to  picture  the  probable  mechan- 
ism something  as  follows:  We  make  a  solution  of  Pb(C2H802)i  and 
we  may  expect  Pb"  cations  and  C2H8O2'  anions.  H*  cations  and 
OH'  anions  are  present  also,  due  to  a  slight  dissociation  of  water. 
Lead  hydroxide  being  a  weak  base,  a  good  deal  of  undissociated 
Pb(0H)2  probably  forms.  This  may  dissociate  in  any  or  all  of  the 
four  following  ways: 

1.  PbOIT  cations  and  OH'  anions; 

2.  Pb"  cations  and  2  OH'  anions; 

3.  IT  cations  and  PbO(OH)'  anions; 

4.  2  IT  cations  and  Pb02"  anions. 

*  Lc  Blanc,  "Textbook  of  Electrochemistry,"  p.  79.  G.  Bredig,  Zeitsckr,  f. 
Elektrochem.f  6,  33-37  (1899),  and  Zeitsckr.  /.  anorg,  Chem.,  34,  202-204  (1903). 
Walker.  Zeitsckr./.  pkys.  Ckem.y  49,  82-94  (1904). 
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If  a  Strong  add,  such  as  HNQi,  is  present,  the  concentration  of  the 
OH'  is  kept  very  low,  due  to  the  formation  of  undissodated  water 
from  H'  and  OH',  and  so  dissodation  of  types  i  and  2  will  predomi- 
nate. If  a  strong  base,  such  as  NaOH,  is  present,  the  concentration 
of  the  H  is  kept  low  according  to  similar  reasoning,  and  then  dis- 
sodation of  the  types  3  and  4  will  predominate. 

Kohlrausch's  Rule.  We  can  determine  Xoo  for  strongly  disso- 
dated  salts  by  simply  increasing  the  dilution  until  X  reaches  a  maxi- 
mum. At  this  point  we  have  complete  dissodation,  and  therefore 
the  same  carrying  capadty  in  the  form  of  ions,  no  matter  what  our 
salt  may  be.  For  we  shall  have  half  as  many  bivalent  ions  as  uni- 
valent ions,  one- third  as  many  trivalent  ions,  and  so  forth;  and  we 
have  seen  that  each  valence  (unit  capadty  factor  of  chemical  energy) 
represents  the  ability  to  carry  96  500  coulombs.  Hence  we  might  at 
first  expect  to  have  the  same  value  for  Xoo  for  all  completely  disso- 
dated  salts.  But  this  is  not  the  case,  and  the  Xco  values  are  found 
to  be  diflferent.  This  is  true  even  though  only  univalent  ions,  or 
only  bivalent  ions,  are  present. 

Hittorf's  work  has  made  it  exceedingly  plausible  that  different 
ions  carrying  the  same  quantity  of  electrical  energy  move  with  differ- 
ent velodties.  Evidently  the  conduction  effected  by  one  ion  is  the 
product  of  the  quantity  of  electrical  energy  it  carries,  by  the  velodty 
with  which  it  moves.  Call  this  product  for  the  cation  U  and  for  the 
anion  V.  Then  the  total  conduction  is  the  sum  of  these  two  quan- 
tities, or  U  -\rV,  This  is  what  is  known  as  Kohlrausch^s  rule,  first 
published  in  1876. 

If  we  limit  ourselves  to  the  consideration  of  equivalent  quantities 
of  completely  dissodated  substances  (and  these  are  the  only  condi- 
tions under  which  the  rule  as  stated  applies),  the  quantities  of  elec- 
trical energy  on  cations  and  anions  are,  by  definition  of  what  we  mean 
by  equivalent,  exactly  equal.  Thus  any  differences  in  the  values 
U  and  V  must  be  solely  differences  in  velodties.  On  this  account 
the  values  U  and  V  are  commonly  thought  of  as  representing  simply 
the  velodty  of  migration  of  the  cation  and  of  the  anion. 

We  may  write  X«,  =  £/  +  7,  or,  if  only  the  fraction  a  is  dissod- 
ated at  the  dilution  v,  we  may  write  X»  =  a{U  +  V).  Referring  to 
the  table  on  p.  441,  we  find  X«,  for  KCI,  obtained  by  direct  experi- 
ment (by  determining  X  at  constantly  increasing  dilutions  until  the 
maximum  is  reached),  is  equal  to  149.1.  Referring  to  the  table  on 
p.  447,  we  find  the  transference  niunber  for  CI'  at  high  dilution  is 
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0.507,  and  then  the  transference  number  for  K'  must  be  0^93.  Then 
0.507  of  149. 1  must  be  the  fraction  of  the  whole  conduction  effected 
by  the  CI'  anions,  or  7  =  75.6  and  0493  x  149.1  =  t/^  =  73.5,  and 
U  +  V  =^  73.5  +  75.6  =  149.1,  the  equivalent  conductivity  of  the 
completely  dissociated  salt. 

According  to  the  dissociation  theory,  the  ions  lead  independent 
existences  in  solution,  and  so  the  conduction  effected  by  imit  quan- 
tity of  an  ion  is  entirely  independent  of  what  particular  compound 
it  came  from.  An  equivalent  quantity  of  Ag  effects  a  quantity  of 
conduction  U,  no  matter  what  salt  of  silver  is  dissolved;  and  an 
equivalent  quantity  of  N0|'  in  the  same  way  effects  a  quantity  of 
conduction  V,  no  matter  what  nitrate  b  dissolved.  If  we  know  I/is 
for  Ag*  is  54.0  and  Vn  *  for  N0|'  is  61.8,  we  know  that  an  equivalent 
weight  in  grams  of  AgNOs,  if  completely  dissociated,  will  have  an 
equivalent  conductivity  Xflo  =  t/i8  +  ri8  =  54.o+6i.8  =  115.8.  Inlike 
manner  we  may  calculate  the  X«  values  of  all  acids,  bases,  and  salts 
if  we  know  the  individual  values  for  the  ions.  The  following  table 
gives  a  nimiber  of  these  U  and  V  values  for  18°  f  hi  water  solution, 
and  their  temperature  coefficients,  a. 


Na- 
A 

H- . . . . 
NH*-.. 

KZn- 

KCd- 

>iCa" 

>iPb- 


u 

a 

43-6 

0.0244 

54. 0 

0.0229 

64.7 

0.0217 

318  0 

O.OI53 

64.0 

0.0222 

46.0 

0.0256 

46.7 

0.0251 

47-3 
47.5 
517 
51.8 
55  5 

0.0238 

61.3 

0.0243 

01' 

I' 

Br' 

CHO,'.. 
C,H,0,'. 
H  0,04" 

KCO,". 
10,'.... 
CIO,'... 
IO4'.... 
CIO4'... 
NO,'... 
OH'. . . . 


0.0214 
0.0213 
0.02x5 

0.0238 

0.0227 
0.027? 
0.0234 
0.0215 


0.0205 
0.0180 


The  temperature  coefficients  give  the  increase  in  U  or  V  for  each 
degree  expressed  as  a  fraction  of  the  U  or  V  value  at  18®.  For  ex- 
ample, suppose  we  wish  to  calculate  X«>  for  KCI  at  25*^.  We  have 
UiB  for  K*  =  64.7,  then  the  increase  upon  raising  the  temperature 
7°  is  7  X  0.0217  X  64.7  =  9.97,  and  C/as  for  K*  =  64.7  +  9.97  =  74.7. 
In  like  manner  we  find  F^  for  Cl'=  65.4  +  7  X  0.0214  X  65.4  =  754, 
and  so  X«  for  KCI  at  25°  is  74.7  +  75.4  =  150.1. 

*  The  subscript  18  indicates  that  the  values  hold  for  18°. 

t  Landolt,  B5mstein,  and  Meycrhoffer,  "Tabellen,"  p.  763  (1905). 
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That  such  a  table  can  be  constructed  is  a  cogent  argument  in 
favor  of  the  theory  of  the  independence  of  the  ions,  i.e.,  of  the  elec- 
trolytic dissociation  theory.  And  the  usefulness  of  such  a  table, 
compressing  as  it  does  an  unusually  large  amount  of  information  into 
small  compass,  is  obvious.  Besides  this,  it  enables  us  to  do  some 
things  we  could  not  do  without  it. 

It  is  not  possible  to  determine  the  X«>  value  for  some  substances 
because  we  cannot  dilute  enough  to  obtain  a  maximum  value  for  X. 
Practically,  limits  are  reached  because  the  quantity  of  the  substance 
between  the  electrodes  becomes  so  little,  and  the  best  water  we  can 
obtain  conducts  to  a  slight  extent,  and  gases  in  the  atmosphere,  par- 
ticularly carbon  dioxide,  dissolve  and  conduct.    Yet  we  must  know 

the  X«  value  before  we  can  apply  the  formula  a  =  —  to  determine 

Aoo 

the  degree  of  dissociation  from  the  conductivity.  Acetic  add  is  one 
such  substance;  but  sodium  acetate  gives  us  a  maximum  value  at 
reasonable  dilutions,  and  from  this  we  obtain  the  V  value  35  for 
QHsOi'  in  the  table.  Adding  to  this  the  U  value  for  H*  (318)  we 
have  353,  which  must  be  the  X«  value  for  acetic  add,  which  we 
would  have  obtained  if  we  could  have,  experimentally.    If,  then,  for 

an  —  solution  of  acetic  add  at  18**  we  find  a  conductivity  of  0.318,  the 

equivalent  conductivity,  X20,  is  0.318  X  20,  or  6.36,  the  fraction  disso- 

elated  is  —  =  -^^  =  0.018,  or  we  may  say  that  acetic  acid  at  that 

^00       353 
dilution  and  temperature  is  1.8  per  cent  dissodated.    The  following 

short  table  may  aid  in  fixing  the  interrelationship  between  these 

quantities  in  mind. 

ACETIC  ACID  SOLUTIONS.    iB\ 


Equivalent 
normality. 

Dilution  in 
litera. 

Conductivity  X 

IOf»  ■■  lOI*  X' 

X*. 

X* 

Percent 

dissociated 

"  100  a. 

0.05 

20 

3.18 

6  36 

0.018 

1.8 

0.167 

5  97 

5-84 

350 

0.0099 

0  99 

0.838 

I    193 

12.25 

I  46 

0.00414 

0.414 

1.688 

0.592 

15  26 

0.904 

0.00256 

0.256 

3  417 

0.293 

16.05 

0.470 

0.00133 

0.133 

5  194 

0.1925 

14.01 

0.270 

0.00076 

0.076 

10.66 

0.0938 

4  56 

0.0428 

0.00012 1 

0.0121 

14  25 

0.0702 

0.81 

0.0057 

0.000016 

0.0016 

17.41 

0  0575 

0.0004 

0.0|23 

0  Og65 

o.ot65* 

*  Values  in  this  table  from,  or  calculated  £rom,  Landolt.  Bdmstein.  and  Meyerhoffer,  "  Tabel- 
len,"  p.  741  (xpos). 

Remember  that  o.Q|3  is  a  convenient  and  much  ued  condensation  of  0.00000. 
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The  last  horizontal  line  contains  values  for  practically  pure  acetic 
add,  and  we  see  that  the  dissociation  of  this  is  negligible.  The  table 
shows,  also,  how  the  conductivity  goes  first  up,  then  down,  but  the 
equivalent  conductivity  and  the  degree  of  dissociation  increase  regu- 
larly as  the  dilution  increases. 

Actual  Velocity  of  Ions.  The  numbers  with  which  we  have 
been  dealing  have  all  been  expressions  of  the  relative  velocities  of 
ions.  We  know  something  also  about  the  rate  at  which  they  move 
e:q)ressed  in  centimeters  per  second. 

A  tube,  about  40  cm.  long  and  about  8  mm.  in  diameter,  is  bent  at 
right  angles  near  each  end.  Ten  grams  of  gelatine  are  dissolved  in 
140  cm.'  of  water  with  the  aid  of  heat,  7  grams  of  sodium  chloride 
and  a  few  drops  of  slightly  alkaline  solution  of  phenolphthaldn  are 
added.  The  tube  is  filled  with  this  mixture,  which  gelatinizes  upon 
cooling.  One  end  is  inverted  in  a  vessel  containing  a  solution  of 
cupric  chloride  (i  :  10)  and  a  platinum  cathode;  the  other  end  dips 
in  a  beaker  of  dilute  hydrochloric  add,  in  which  is  a  carbon  anode. 


B 


Fig.  75. 

The  general  plan  of  the  arrangement  is  illustrated  in  Fig.  75.* 
The  hydrochloric  acid  diffuses  into  and  along  the  tube,  decolorizing 
the  phenolphthalein,  and  the  cupric  chloride,  diflfusing  in  the  opposite 
direction,  displaces  the  red  with  a  blue  color.  The  rate  at  which  these 
color  changes  progress,  due  to  diffusion,  must  be  determined.  -  In  one 
experiment  the  hydrochloric  acid  diffused  i  cm.  in  i  hour,  2  cm.  in  4 
hours,  and  5  cm.  in  25  hours,  while  the  cupric  chloride  diffused  0.5  cm., 
I  cm.,  and  2.5  cm.  in  the  same  time  intervals.  These  values  corre- 
spond with  the  general  law  that  the  distance  through  which  diffusion 
proceeds  is  directly  proportional  to  the  square  root  of  the  time. 

A  current  is  then  sent  through,  from  the  hydrochloric  acid  to  the 
cupric  chloride,  and  both  color  boundaries  move  more  rapidly.  Sub- 
tracting the  rates  of  diffusion  from  these  greater  rates  gives  us  the 
velocities  with  which  the  ions  move.  These  velocities  are  directly 
proportional  to  the  electromotive  force  applied.     (Twenty  volts  will 

*  More  details  regarding  this  experiment,  first  devised  by  Lodge,  may  be  found 
in  Llipke,  "Elements  of  Electrochemistr>', "  P-  SS- 
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cause  the  hydrogen  ion  boundary  to  move  about  1.5  cm.  in  one  hour.) 
For  accurate  results  a  more  complicated  apparatus  has  been  devised. 
When  all  precautions  have  been  taken,  the  directly  obtained  experi- 
mental results  agree  well  with  those  calculated  by  the  method  de- 
scribed in  the  next  paragraph.* 

Calculation  of  Actual  Velocities  of  Ions.  Suppose  we  have  a 
cell  with  electrodes  i  cm.  apart  and  large  enough  to  hold  a  solution 
containing  an  equivalent  weight  in  grams  of  some  completely  dis- 
sociated substance.  Suppose  that  when  an  electromotive  force  of  one 
volt  is  applied  at  these  electrodes  96.50  coulombs  pass  per  second. 
Then  this  quantity  passes  any  cross  section  of  the  circuit  in  the  same 
time.  Then  ions  enough  to  carry  this  quantity  must  have  passed 
any  cross  section  through  the  solution.  Suppose  for  a  moment  the 
cations  alone  moved;  then  o.ooi  of  all  present  passed  a  given  point  in 
one  second,  for  all  present  carry  96500  coulombs,  and  96.50  cou- 
lombs or  ~-^  = of  the  total  quantity.     The  ions  are  evenly 

96500       1000 

distributed,  to  begin  with  at  least,  and  might  be  likened  to  a  pro- 
cession I  cm.  long.  At  the  above  rate  it  would  take  the  procession 
1000  seconds  to  move  i  cm.,  or  the  actual  velocity  is  o.ooi  cm.  per 
second. 

The  conductance  of  this  cell  we  are  considering  is,  by  definition, 
the  equivalent  conductivity  of  the  (Ussolved  substance.    It  is  clear, 

then,  that  — is  the  fraction  of  an  equivalent  weight  in  grams  of 

ions  which  pass  a  given  cross  section  in  one  second.  But  part  of 
this  total  transfer  is  due  to  cations  moving  in  one  direction,  and  the 
rest  is  due  to  anions  moving  in  the  opposite  direction.  The  relative 
velocities  we  have  determined  and  designated  with  U  and  F,  and  we 

know  }im=  U  +  V.    Then  -7 is  the  fraction  of  an  equivalent 

96500 

weight  in  grams  of  the  cation  which  passes  a  given  point  in  one  second, 

V 
and  -z is  the  fraction  of  an  equivalent  weight  in  grams  of  the 

anion  which  passes  a  given  point  in  one  second.  In  each  case  the 
equivalent  weight  is  distributed  evenly  throughout  the  i -centimeter 

*  For  descriptions  of  apparatus  and  methods  for  determining  these  actual 
velocities  see:  W.  C.  D.  Whetham,  Trans.  Roy.  Soc.,  184,  337-359  (1893).  Ormc 
Masson,  Trans.  Roy.  Soc.,  19a,  331-350  (1899).  B.  D.  Steele,  Zeitsckr.  Electrochem,, 
7,  618-622  (1901)  and  Trans.  Roy.  Soc.,  1981  105-145  (1902). 
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layer;  as  has  been  suggested,  like  a  marching  colximn  i  cm.  long. 

U  V 

Therefore  — and  —z are  respectively  the  fractions  of  a  centi- 

96500         96500 

meter  traversed  by  cations  and  anions  per  second.    The  actual  veloc- 
ity of  any  ion,  in  cm.  per  second,  under  the  influence  of  a  potential 
fall  of  I  volt  per  cm.,  is  thus  its  ^  or  F"  value  divided  by  96  500. 
Referring  to  the  table  (p.  450),  we  find  U  for  K'  =64.7.     Then 

=  0.000  670  5  cm.  per  second  is  its  actual  velocity.    ^  for  IT  is 

318.   Therefore,  the  velocity  with  which  it  moves  under  the  influence 

of  a  difference  in  potential  of  i  volt  per  cm.  is  -^ =  0.003  294  cm. 

if   «j 
per  second. 

£ 

Since  C  =  3 ,  doubling  the  e.m.f.,  while  the  resistance  remains 

the  same,  doubles  the  current,  and  consequently  must  double  the  ve- 
locities of  all  ions  engaged  in  the  conduction.  Therefore  the  velocities 
are  directly  proportional  to  the  e.m.f.  So  to  obtain  the  velocity 
of  a  given  ion  under  other  driving  forces  we  must  multiply  the 
velocity  obtained  as  above  by  the  fall  in  potential  per  cm.  For  in- 
stance, if  our  cell  has  electrodes  40  cm.  apart  and  we  apply  an  e.m.f. 
of  20  volts  (these  are  about  the  conditions  in  the  experiment  de- 
scribed on  p.  452),  the  fall  in  potential  is  0.5  volt  per  cm.,  and  we 
should  expect  the  hydrogen  ions  to  travel  about  0.5  X  0.003  294  = 
o.ooi  647  cm.  per  second.  This  is  just  about  what  we  obser\'e  when 
the  experiment  is  carried  out  carefully. 

Effect  of  Viscosity  on  the  Velocity  of  Ions.  The  smaller  the 
particles  the  slower  they  fall  out  under  the  influence  of  gravitation, 
as  was  brought  out  in  Chapters  X  and  XIX.  Their  motion  is  re- 
tarded by  the  friction  between  them  and  the  surrounding  medium. 
Whatever  increases  the  viscosity  of  the  solvent  must  also  retard  the 
movement  of  the  ions.  An  addition  of  alcohol  to  water  is  found  to 
increase  its  viscosity  and  to  diminish  the  velocity  of  the  ions.  Nearly 
anything,  upon  dissolving,  increases  the  viscosity  of  water  and  con- 
sequently causes  the  ions  to  move  more  slowly. 

Electrical  Endosmosis.  If  a  cell  filled  with  water  is  divided  by 
a  porous  porcelain  diaphragm  into  an  anode  and  a  cathode  com- 
partment and  a  high  e.m.f.,  say  50  to  100  volts,  is  applied,  the  level 
of  the  water  rises  in  the  cathode  compartment.  The  water  seems  to 
be  forced  through  the  capillaries  of  the  diaphragm,  and  the  effect  is 
the  more  marked  the  less  the  conductivity  of  the  water.    This  phe- 
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nomenon  is  called  electrical  endosmosis,  no  doubt  because  a  mem- 
brane is  an  essential  part  of  the  apparatus;  but  this  is  another  of  our 
rather  frequent  misnomers.  One  hardly  dares  say  any  phenomenon 
has  nothing  whatever  to  do  with  another,  but "  electrical  endosmosis  " 
is  no  more  nearly  related  to  osmosis  than  is  the  fact  that  like  charges 
repel  each  other. 

Cataphoresis.  Under  the  influence  of  a  difference  in  potential, 
suspended  particles  move  through  a  liquid.  This  phenomenon  is 
called  cataphoresis.  Most  particles  suspended  in  water,  such  as  clay 
for  instance,  behave  as  if  carrying  negative  charges  and  move 
toward  the  anode.  The  still  smaller  particles  in  colloidal  solutions 
exhibit  the  same  behavior.  Colloidally  dissolved  (or  suspended) 
Pt,  Au,  Ag,  Se,  Cd,  Sb,  sulphides,  silicic  acid,  etc.,  move  toward  the 
anode;  hydroxides  such  as  Fe(0H)8  and  A1(0H)3  and  other  sub- 
stances such  as  haemoglobin  and  methyl  violet  move  toward  the 
cathode.  White  of  egg,  long  dialyzed,  moves  neither  way,  but  if  we 
add  a  drop  of  an  add  it  moves  toward  the  cathode,  if  we  add  a  drop 
of  an  alkali  it  moves  toward  the  anode. 

It  is  interesting  to  note  we  have  here  the  reverse  of  what  we  should 
expect  from  the  more  familiar  instances  of  electrolysis.  When  a  salt 
dissociates  we  have  good  reason  to  suppose  the  metal  ions  carry 
positive  charges;  but  colloidally  dissolved  particles  of  many  metals 
behave  as  if  they  carried  negative  charges. 

Electrostenolysis.  When  exceedingly  fine  capillaries  such  as 
cracks  in  a  glass  tube  divide  an  electrolytic  cell  into  two  compart- 
ments, it  sometimes  happens  that  metals  are  deposited  as  such  on 
the  walls  of  the  capillaries.    This  is  called  electrostenolysis. 

The  theories  pertaining  to  cataphoresis  and  electrostenolysis  are 
involved,  uncertain,  and  incomplete,  and  would  therefore  require  too 
much  space  to  be  included  here.* 

Ostwald's  Dilution  Law  and  the  Dissociation  Constant  Ost- 
wald's  dilution  law,  namely,  that  if  a  =  fraction  dissociated  and 

V  =  dilution  of  a  binary  electrolyte,     .    __ — r  =  Ky  was  given  in 

Chapter  XXVI.    It  was  there  said  that  this  equilibrium  constant, 
called  the  dissociation  constant,  is  a  measure  of  the  "  aflSnity  "  of  a 

*  For  further  information  and  extensive  bibliographies  (for  many  investi- 
gations have  been  devoted  to  this  subject)  see  Le  Blanc,  "Electrochemistry''; 
Wolfgang  Ostwald,  "Gnmdriss  der  Kolloidchemie";  H.  Freundlich,  "Kapillar- 
chemie. " 
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substance,  and  it  was  stated  that  the  formula  holds  well  for  weakly 
dissociated  substances  but  not  well  for  strongly  dissociated  sub- 
stances. The  Rudolphi-van't  HofiF  empirical  formula  for  the  latter 
was  given  also  in  that  connection. 

We  now  know  that  a  =  — ^  •    Substituting  in  the  above  formula, 
we  obtain 


(£J 


(-£) 


=  K=  '*'' 


fJLoo  (Mo:,  —  tlv)v 


So  we  need  only  to  determine  the  values  of  /li«  and  /i«  to  calculate  K. 
Remember  that  v  is  sometimes  expressed  in  cm.*,  sometimes  in  liters. 
The  latter  imit  was  used  in  calculating  the  dissociation  constants  in 
the  table  in  Chapter  XXVI.  The  imit  chosen  for  v  alters  the  position 
of  the  decimal  point  but  not  the  significant  figures. 

A  Deduction  from  Ostwald's  Dilution  Law.  Suppose  a  weakly 
dissociated  substance,  for  which  the  formula  holds,  is  50  per  cent 
dissociated.     Then,  inserting  this  value  in  the  formula,  we  have, 

(1)2  I 

•T—  =  ^1  or  2K  =  -'    The  concentration  is  the  reciprocal  of  the 

dilution,  and  so  twice  the  dissociation  constant  is  always  the  con- 
centration at  which  the  substance  is  just  half  dissociated. 

The  Dissociation  Constant  and  Chemical  Constitution.  The 
dissociation  constant  of  formic  acid  is  0.0214,  of  acetic  add  is  0.0018, 
of  propionic  acid  is  o.ooi  34.  Their  formulae  diflFer  by  CH2,  and  so 
we  may  say  the  addition  of  CH2  diminishes  the  strength  of  an  add. 
But  this  eflfect  appears  to  cease  after  the  first  three  of  this  homolo- 
gous series. 

The  dissociation  constants  of  butyric  and  isobutyric  adds  are, 
o.ooi  49  and  o.ooi  44;  very  nearly  the  same.  This  is  odd,  for  gen- 
erally such  differences  of  constitution  are  accompanied  by  greater 
differences  in  properties. 

Substitution  of  chlorine  in  acetic  add  much  increases  the  strength 
of  the  add.    At  25°,  100  000  K^ 

For  acetic  add,  is 0.0018 

For  moDochloracetic  add, o •  i5S 

For  dichloracetic  add, 5 .  14 

For  trichloracetic  add, r  121. 
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The  second  of  these  adds  is  about  86  times  as  strong  as  the  first, 
the  third  about  33  times  as  strong  as  the  second,  the  fourth  about  23 
times  as  strong  as  the  third. 

The  effect  of  substituting  other  substances  or  groups  is  shown 
below  (100  000  K  at  25°). 

Monobromacetic  acid,  CHjBrCOjH o.  138 

Cyanacetic  acid,  CHj(CN)C02H 0.370 

Sulphocyanacetic  acid,  CH2(SCN)C02H o. 265 

Thioglycollic  acid,  CH,(SH)CO,H 0.0225 

Glycollic  acid,  CH,(OH)CO,H 0.0152 

Glyoxalic  acid,  CH(OH),CO,H 0.0474 

The  value  for  monobromacetic  acid  is  nearly  the  same  as  that  for 
monochloracetic  acid.  Cyanacetic  add  appears  to  be  much  stronger, 
in  spite  of  the  fact  that  hydrocyanic  add  is  so  weak  an  add  it  hardly 
deserves  the  name.  This  leads  us  to  think  that  HCN  should  not  be 
compared  with  the  halogen  adds,  as  is  customary,  but  rather  should 
be  considered  as  an  imide  compound.* 

The  OH  group  and  the  SH  group  both  increase  the  strength  of  an 
add.  The  substitution  of  two  OH  groups  strengthens  an  add,  but 
the  second  is  not  so  eflfective  as  the  first.  In  the  same  way,  the  effect 
of  the  second  substituted  chlorine  is  not  so  great  as  the  effect  of  the 
first. 

We  can  also  measure  the  difference  in  effects  when  one  thing 
occupies  different  positions  in  isomeric  compounds.    For  example,  at 

25**,      100   000    Ky 

For  benzoic  add,  is o. 0060 

For  orthoxybcnzoic  add  (salicylic), o.  102 

For  mctaoxybenzoic  add, 0.0087 

For  paraoxybenzoic  add, 0.00286 

Starting  from  benzoic  add  and  putting  an  hydroxyl  group  in  the 
ortho  position  increases  the  strength  of  the  add  considerably;  putting 
it  in  the  meta  position  makes  little  change,  and  putting  it  in  the 
para  position  diminishes  the  strength. 

It  is  evident  that  the  conductivity  method  and  dissodation  con- 
stant may  be  utilized  to  determine  which  of  a  number  of  possible 
isomers  we  may  happen  to  have.f 

♦  H-C  ■  N  (add).  C  ■  N-H  (imidc). 

t  For  additional  information  see  the  extensive  tables  in  Ostwald's  "Lehrbucfa 
dcr  Allgemeinen  Chemic,"  in  Landolt,  B6mstein,  and  Meyerhoflfer's  "Tabcllen," 
and  in  Kohlrausch  and  Holbom's  "Ldtvermdgen  der  Elektrolyte. " 
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Where  three  or  more  ions  result  from  dissociation,  the  formula  for 
the  dissociation  constant  is  more  complicated.  Some  such  cases  have 
been  investigated  and  the  results  agree  within  reasonable  limits  with 
the  theory.  The  simple  formula  we  have  been  discussing  applies 
fairly  well  without  alteration  to  a  number  of  dibasic  acids,  if  they 
are  not  too  dilute.  This  is  an  argument  in  favor  of  the  theory  that 
these  substances  dissociate  stepwise;  nrst  we  have  one  If  cation  and 
one  imivalent  anion,  and  only  later  do  we  begin  to  have  appreciable 
quantities  of  the  bivalent  anion  to  each  of  which  correspond  two  H* 
cations. 

Calculating  the  Dilutions  at  Which  Two  Acids  are  Equally 
Dissociated.  When  two  acids  are  equally  dissociated,  a,  the  degree 
of  dissociation  for  one,  is  equal  to  ai,  the  degree  of  dissociation  for 
the  other.  If  K  and  v  are  the  dissociation  constant  and  dilution  for 
the  first,  and  K\  and  Vi  these  quantities  for  the  second,  we  have 

=  K  and  7 r—  =  Ki)  and  since  a  =  ai. 


(i  —  a)  t>  (i  —  ofi)  Vi  '  '  I  —  a       I  —  ai 

or  Kv  =  KiVi.  Substituting  the  known  values  for  K  and  Ki,  we 
obtain  at  once  what  we  want,  —  the  values  for  v  and  Vi  at  which  the 
two  adds  are  dissociated  to  the  same  degree. 

Since  Kv  =  KiViy  -rr  =  — ,  or  the  ratio  between  the  dilutions  for 

Ai       V 

equal  dissociation  is  a  constant.     For  instance,  if  we  have  two  acids 

equally  dissociated  and  double  or  treble  the  dilution  in  each  case, 

the  resulting  solutions  will  be  equally  dissociated. 

Calculating  Dilution  Necessary  for  a  Definite  Degree  of 
Dissociation.  Ostwald's  dilution  formula  enables  us  to  calculate 
the  dilution  required  for  a  definite  degree  of  dissociation,  if  we  know 
the  dissociation  constant  A'. 

For  instance,  we  wish  to  know  the  dilution  at  which  acetic  acid 

(2%°)  is  10  per  cent  dissociated.     K  =  0.0718  and  a  =  —  .     We  have 

(0.1)2  o  (^'^y  /:  3  /: 

=  0.0718  or  »  =  7 r =  617300  cm.^  or  617.3 


(i  —  o.i)»        '  (1  —  0.1)0.0718 

liters;  i.e..  an  7 solution  of  acetic  acid  is  10  i>er  cent  dissociated. 

617-3 
Isohydric  Solutions.     Solutions  are  called  isohydric  when  they 

do  not  affect  each  other's  degrees  of  dissociation  upon  being  mixed, 

and  when  the  conductixity  of  the  mixture  is  the  mean  of  those  of  the 

two  solutions. 
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A  solution  of  sodium  acetate  contains  Na'  cations  and  CH3CCX)' 
anions  and  undissociated  molecules.  A  sdution  of  acetic  add  con- 
tains H'  cations,  CH3CCX)'  anions  and  undissociated  molecules.  The 
acetate  ion  is  common  to  both  solutions.  Let  Cns-  represent  the 
concentration  of  the  Na*,  let  A'  represent  the  acetate  ions  and  Ca' 
their  concentration  in  the  sodium-acetate  solution,  and  let  CneA 
represent  the  concentration  of  the  undissociated  sodium  acetate. 
Applying  the  law  of  mass  action,  we  have:  Cn*-  X  Ck'  =  ^iCneA- 
Let  Ch-  represent  the  concentration  of  the  H'  cations,  Cha  the  con- 
centration of  the  undissociated  molecules  of  acetic  acid,  and  [Ca'] 
the  concentration  of  the  acetate  ions  in  the  acetic-add  solution.  We 
may  then  write  Ch-  X  [Ca']  =  -^jCha. 

Suppose  we  mix  x  liters  of  the  salt  solution  with  y  liters  of  the 
add  solution.  The  total  volume  of  the  solution  becomes  x-\'  y 
liters,  and,  assuming  for  the  moment  that  the  original  quantities  of 
the  different  ions  do  not  change,  we  shall  have  the  following  con- 
centrations: 

^NaJ  -— i CaS  i CneA; 


we 


x  +  y    '       x  +  y       '  x  +  y 

also  ^Ch.;;^[Cx'];;^^Cha. 

The  A'  ion  being  common  to  both,  the  equilibrium  equation  for  the 
salt  becomes  ^  Cn..  (^  Ca'  +  ^  [Ca'J  )  =  K,  ^  CNaA. 

This  simplifies  to  Cne-  f'^^L±l^£^\  =  /jT^CneA.    If  Ca'  =  [Ca] 

have  Cne- ( ; )  =  A'iCneA  or  Cns-Ca' = /ITiCNaA;   i-e,.  our 

original  expression  for  the  equilibrium  in  the  salt  solution,  which  means 
that  the  degree  of  dissodation  of  the  salt  has  not  been  altered  by 
adding  the  solution  of  add.*  This  is  what  we  mean  by  the  term 
isohydric.  Thus  we  see  that  in  order  that  solutions  shall  be  isohydric 
the  concentration  of  the  common  ion  must  be  the  same  in  each. 

If  there  is  no  conunon  ion,  it  is  impossible  for  two  solutions  to  be 
isohydric;  upon  mixing,  each  must  affect  the  degree  of  dissodation 
of  the  other. 

In  the  case  of  two  adds,  the  hydrogen  ion  is  common  to  both,  and 
the  only  condition  under  which  they  will  be  isohydric  is  when  the  con- 

*  Analogous  equilibrium  equations  written  for  the  add  lead  to  identical  results. 
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centration  of  the  H*  is  the  same  m  both  solutions.  Acetic  add  is  a 
weak  add,  but  slightly  dissodated,  and  so  the  concentration  of  the  H* 
is  small.  Hydrochloric  add  is  a  strong  add,  much  dissodated,  con- 
sequently to  obtain  isohydric  solutions  of  these  two  we  must  take  a 
faidy  concentrated  solution  of  acetic  add  and  a  much  more  dilute 
solution  of  hydrochloric  add. 

The  Basicity  of  Acids.  A  regularity  has  been  noticed  for  which 
there  is  no  satisfactory  explanation,  but  which  enables  us  to  de- 
termine the  basidty  of  an  add.  It  has  been  observed  that  the  equiva- 
lent conductivity  of  the  sodium  salts  of  monobasic  adds  increases 
from  a  dilution  of  t>  =  32  liters  to  r  =  1024  liters  by  close  to  10  imits. 
Dibasic  acids  show  an  increase  of  about  20  units;  tribasic  an  increase 
of  30  imits,  and  so  on.    We  can  e:q)ress  this  regularity  in  a  formula; 

— =  the  basidty  of  the  add. 

10  "^ 


Sodium  acetate 
Sodium  oxalate 
Sodiimi  citrate. 


^MM 


90.6 
122.2 
117 


80.5 

lOI.I 

87 


Difference. 


10. 1 
21. 1 
30 


Basicity  of 
the  add. 


I 

2 

3 


Use  of  the  Basicity  Rule  to  Determine  the  Molecular  Formula. 

An  add  was  being  investigated  which  was  insoluble  in  the  usual 
solvents.  Therefore  the  boiling-point  and  freezing-point  methods 
could  not  be  applied.  It  decomposed  on  heating.  Therefore  vapor- 
density  methods  were  out  of  the  question.  Combustion  gave  the 
percentage  composition  and  the  empirical  formula,  but  left  the 
molecular  formula  uncertain. 
A  weighed  amount  of  the  solid  add  was  exactly  neutralized  with 

—  NaOH  solution  and  the  conductivity  of  this  solution  at  this  dilu- 
32 

tion  and  at  the  dilution  v  =  1024  liters  was  taken.  The  difference 
was  10  units;  it  was  reasonable  to  suppose  the  add  to  be  monobasic 
and  the  molecular  formula  could  then  be  written. 

Pure  Water.  The  more  carefully  water  is  purified,  the  less  its 
conductivity.  Kohlrausch  and  Heydweiller  succeeded  in  obtaining 
such  pure  water  that  further  efforts  to  purify  did  not  diminish  its 
conductivity.  Extraordinary  precautions  were  necessary.  Having 
obtained  the  purest  water  possible  in  contact  with  the  air,  it  was  put 
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in  a  retort,  on  which  the  cell  containing  the  electrodes  was  sealed. 
The  whole  apparatus  was  evacuated  and  then  sealed.  A  small  por- 
tion of  the  water  was  distilled  over,  exceedingly  slowly,  into  the 
measuring  cell.  The  conductivity,  x,  of  their  best  water  at  18**,  was 
0.0384  X  io~'.  The  best  water  which  can  be  obtained  in  contact  with 
the  air  has  a  conductivity  about  twenty  times  this,  or  0.8  X  lo"'. 
Water  is  considered  good  enough  for  ordinary  measurements  by  the 
conductivity  method  if  its  conductivity  is  not  above  2  X  lo"'.  Dis- 
tilled water  such  as  is  used  in  analytical  work  generally  has  a  con- 
ductivity around  15  X  lo""'.  The  temperature  coefficient  of  purest 
water  is  surprisingly  large,  about  5.8  per  cent  per  degree  as  com- 
pared to  2-2.5  P^^  c^^^  ^or  the  majority  of  salt  solutions. 

Degree  of  Dissociation  of  Water.  From  the  table  (p.  450)  we 
have  the  U  and  V  values,  for  H*,  318,  for  OH',  174.  Therefore  a 
formula  weight  in  grams  of  completely  dissociated  water,  between 
electrodes  i  cm.  apart,  would  give  us  a  conductance  318  +  174  =  492. 
One  cm.'  of  purest  water  between  electrodes  i  cm.  apart  gave  a  con- 
ductance of  0.0384  X  ID""'.  A  liter  would  have  given  1000  times 
this,  or  0.0384  X  10"*.  Therefore  the  fraction  of  a  formula  weight 
in  grams  of  water  which  is  present,  dissociated  into  its  ions  at  18*^,  in 

I  liter,  is, 

0.0384  X  10-'  o     _     _- 

— ^-^ =  0.7803  X  10  \ 

492 

Theoretically  at  least,  a  second  dissociation  is  possible  wherein  OH' 
may  dissociate  to  ff  and  0".  We  have  learned  that  the  analo- 
gous second  step  in  dissociation  of  dibasic  adds  is  a  negligible 
quantity  until  the  first  dissociation  has  proceeded  rather  far.  It  is 
therefore  reasonable  to  suppose  that  this  second  dissociation  in  the 
case  of  water  is  quite  negligible  imder  all  known  conditions. 

Determining  Solubility  of  Difficultly  Soluble  Salts.  The  con- 
ductivity method  gives  us  a  rapid  and  convenient  way  to  estimate 
the  solubility  of  difficultly  soluble  substances.  The  reasoning  and 
calculation  may  be  demonstrated  by  an  example. 

Kohlrausch  *  determined  the  conductivity  of  some  water  as 
1. 16  X  lo"';  he  saturated  this  with  silver  chloride  and  then  found 
the  conductivity  2.40  X  lo"',  all  at  18°.  2.40  x  lo""'  —  1.16  x  lo""'  = 
1.24  X  io~'  is  evidently  the  conductivity  due  to  the  presence  of  the 
silver  chloride.    The  dilution  is  so  very  great  we  may  assimie  that 

*  Kohlrausch  and  Holbom,  ''Ldtvermdgen  der  Elektrolyte,"  p.  133. 
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all  the  AgCl  present  is  dissociated  into  Ag'  and  C^.  From  the 
table  (p.  450)  we  find  the  equivalent  conductivity  values,  54  for 
Ag*  and  65.4  for  CI'.  This  means  that  if  we  had  a  formula  weight 
in  grams  of  AgCl,  completely  dissociated  between  electrodes  i  an. 
apart,  we  should  find  a  total  conductance  of  54  +  65.4  =  119.4. 
A  conductance  of  1.24  x  io~'  was  found  for  the  Ag  ions  +  the  CI' 
ions  in  i  cm.'  between  electrodes  i  cm.  apart.    A  liter  would  have 

given  a  conductance  i  .24  x  10"'.    Therefore  -^-^ is  the  fraction 

1 19.4 

of  a  formula  weight  in  grams  of  AgCl  present  in  i  liter  of  a  solution 

saturated  at  18°.    The  formula  weight  of  AgCl  is  143.4.    Therefore 

-^-^ X  143.4  =  grams  AgCl  dissolved  in   i   liter  =  o.ooi  40. 

1 19.4  Tw»  o  -o 

We  thus  have  found  the  solubility  of  AgCl  to  be  1.49  mg.  per  liter. 
The  "Hardness"  of  Water.  Kohlrausch  has  called  attention 
to  the  fact  that  the  conductivity  method  is  well  adapted  to  esti- 
mating the  approximate  *'  hardness  *^  of  water.  It  so  happens  that 
the  equivalent  conductivities  of  most  salts  such  as  constitute  the 

"  hardness  "  of  water,  in  —  solutions,  are  in  the  neighborhood  of  100. 

100 

Then  the  conductivity  of  the  water,  x>  times  1000,  divided  by  100, 
gives  approximately  the  number  of  gram  equivalents  of  salt  present 
per  liter,  or  10  000  x  is  approximately  the  number  of  milligram  equiv- 
alents present  per  liter. 

Conductivity  of  Nonaqueous  Solutions.  The  conductivity  of 
solutions  in  solvents  other  than  water  has  been  the  subject  of  many 
extensive  investigations  in  recent  years.  It  is  not  possible  to  enter 
upon  the  details,  and  mention  of  a  few  general  conclusions  must 
suflSce.*  The  conditions  are  much  more  complicated  than  in  the 
case  of  water  solutions.    Different  solvents  appear  to  have  different 

*  An  admirable  survey  of  the  subject  and  all  pertinent  references  may  be 
found  in  "  Elcktrochcmie  der  nichtwassrigen  Losungen,"  by  G.  Carrara,  trans- 
lated from  Italian  into  German  by  K.  Amdt.  "Sammlung  Chemischer  und 
chemisch-technischer  Vortraege,"  Vol.  XII,  pp.  404-446  (1908). 

We  owe  a  remarkably  painstaking  and  comprehensive  series  of  investigations 
of  all  aspects  of  the  topic  to  P.  Walden,  "  Uber  organische  Losungs-und  lonisienmgs- 
mittel."  Zeitschr.  f.  phys.  Chcm.,  46,  103-188  (1903);  54,  129-230  (1906);  55, 
207-249,  281-302,  683-720  (1906);  58,  479-511;  59i  192-211,  385-415;  60,  87-100 
(1907);  61,  633-639  (1908). 

Other  investigators  too  numerous  to  mention  have  added  to  our  knowledge  of 
certain  phases  of  the  subject. 
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abilities  to  dissociate  solutes.  This  dissociating  power  seems  to  run 
parallel  with  the  dielectric  constant  of  the  solvent. 

Dielectric  Constant.  Faraday  discovered  in  1837  that  the  at- 
traction, or  repulsion,  between  two  electrical  charges  was  different 
in  different  media.  The  media  in  this  connection  are  sometimes 
called  dielectrics.    If  Ei  and  £2  are  two  charges  which  are  a  distance 

r  apart,  the  attraction,  or  repulsion,  K,  equals  -jjr  >  where  D  repre- 
sents this  specific  property  of  the  medium  and  is  called  the  dielectric 
constant.  The  attraction  is  then  proportional  to  the  product  of  the 
charges  and  inversely  proportional  to  the  dielectric  constant  and  the 
square  of  the  distance  apart.  The  capacity  of  a  condenser  (in  its 
simplest  form  a  condenser  consists  of  two  parallel  metallic  plates 
separated  by  some  insulating  material)  is  directiy  proportional  to  the 
dielectric  constant  of  the  insulating  material.  Therefore  specific  in- 
duction capacity  is  another  term  for  the  same  quantity  as  is  denoted 
by  dielectric  constant.* 

Call  the  capacity  of  a  condenser  when  air  separates  the  plates 
equal  to  imity.  If  pure  water  is  substituted  for  air  its  capacity  will 
be  found  to  be  80.  Eighty  is,  therefore,  by  definition,  the  dielectric 
constant  of  water.  Call  the  attraction  between  two  charges  sepa- 
rated by  air  equal  to  imity.  Substitute  ethyl  alcohol  for  air  and  the 
attraction  will  fall  to  ^.  Twenty-five  is,  therefore,  by  definition,  the 
dielectric  constant  of  ethyl  alcohol. 

The  following  table  compares  the  dielectric  constants  of  some  sol- 
vents and  their  abil'ty  to  dissociate  solutes.f 


Solvent. 

Dielectric 
constant. 

Electrolytic  disaodation. 

Benzene 

2.3 

41 

25 
62 

80 

96 

(  Exceedingly    small    conductivities 
I      indicate  traces  of  dissociation. 
(  Distinct  and  measurable  conductiv- 
(      ities. 
Fairly  strong  dissociation. 

Ether 

Alcohol 

Formic  acid 

Strong  dissociation. 

Water 

Very  strong  dissociation. 

Hydrocyanic  acid 

Very  strong  dissociation. 

The  dielectric  constant  is,  as  it  were,  a  measure  of  the  insulating 
ability  of  a  substance;  in  a  sense,  the  reverse  of  the  conducting  ability. 

*  For  a  description  of  Nemst's  simple  method  for  determining  dielectric  constants 
see  Le  Blanc,  "Electrochemistry,"  p.  146. 

t  W.  Ncmst,  "Thcorctischc  Chcmie,"  sixth  edition,  p.  379. 
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Thus  it  is  entirely  reasonable  to  suppose  that  when  a  substance  is 
once  dissociated  the  ions  will  attract  each  other  less,  tend  less  to 
recombine,  the  higher  the  dielectric  constant.  We  do  not  know  what 
causes  a  substance  to  dissociate  in  any  solvent.  We  may  assume 
a  form  of  motion  within  the  molecule  tending  to  cause  it  to  break 
apart,  similar  to  the  motion  we  assume  in  the  kinetic  theory  of  gases 
causing  molecules  of  gases  to  fly  about  and  fill  completely  any  con- 
taining vessel.  We  cannot  account  for  the  existence  of  the  second 
form  of  motion  any  better  than  we  can  for  the  first. 

The  conduction  of  electrical  energy  through  a  solution  depends, 
not  only  on  the  degree  of  dissociation,  but  also  on  the  velocity 
with  which  the  ions  move.  This  in  turn  must  be  a  function  of  the 
viscosity  of  the  medium  through  which  they  move.  Walden*  suc- 
ceeded in  demonstrating  that  the  conductivity  of  his  t3rpical  sub- 
stance, tetraethyl  anunonium  iodide,  NCCaHs)^,  varied  inversely  as 
the  viscosity  of  between  forty  and  fifty  different  solvents  in  which  he 
investigated  it. 

In  many  cases  the  solvent  and  solute  combine  to  form  new  sub- 
stances, and  these  may  dissociate  in  a  variety  of  different  ways.  It 
is  hardly  to  be  wondered  at,  with  so  many  factors  entering  into  the 
problems,  that  some  facts  were  foimd  which,  at  first,  appeared  to  in- 
validate the  assumption  of  electrolytic  dissociation  in  some  of  these 
solvents.  But  when  these  other  factors  have  been  allowed  for,  the 
results  harmonize  with  those  obtained  with  water  solutions.  Carrara  f 
closes  his  careful  consideration  of  all  the  e\idence  as  follows:  **  We 
may  conclude,  in  spite  of  all  uncertainties,  that  there  is  no  essential 
difference  between  water  solutions  and  solutions  in  other  solvents. 
The  theory  of  electrolytic  dissociation  may  be  applied  to  solutions  in 
solvents  other  than  water  if  corrections  are  applied  for  concomitant 
phenomena  which  are  much  more  complicated  in  these  than  in 
water  solutions." 

Conductivity  of  Solid  and  Fused  Salts.  Solid  salts  are  very 
poor  conductors,  but  their  ability  to  conduct  increases  rapidly  with 
the.  temperature;  and  some,  near  their  melting  points  but  still  solid, 
are  good  conductors.  There  is  no  abrupt  and  large  increase  in  the 
conductivity  upon  melting.    Fused  KCl  at  750°  has  an  equivalent 

conductivity  of  90.6.    The  equivalent  conductivity  of  an  —  KCl 

solution  at  18°  is  119.8. 

*  Loc.  cit. 

t  Loc.  cU.f  p.  440. 
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The  presence  of  small  quantities  of  a  second  salt  as  an ''  impurity  " 
much  increases  the  conductivity  of  a  solid  salt  even  at  low  tempera- 
tures. This  is  analogous  to  the  behavior  of  solutions  and  leads  us 
to  believe  there  must  be  similarities  between  the  condition  of  the 
solid  impurity  and  the  dissolved  solute.  We  indicate  this  by  use 
of  the  term  "  solid  solution,"  as  was  brought  out  in  Chapter  XVIII.* 

*  For  a  comprehensive  treatment  of  this  subject  see  Richard  Lorenz,  ''Die 
Elektrolyse  geschmolzener  Salze/'  Vol.  I,  213  pp.,  Vd.  II,  257  pp.  (1905). 


CHAPTER  XXIX 
Electrochemistry  —  II 

THE  INTENSIT7  FACTOR 

Electromotive  Force.  We  shall  now  study  the  intensity  factor 
of  electrical  energy,  electromotive  force,  also  called  the  p>otential. 
As  its  name  implies,  this  is  the  factor  which  determines  whether 
electricity  will  move  from  one  place  to  another.  If  two  chai^ged 
bodies  in  contact  have  the  same  electromotive  force,  though  the  quan- 
tity of  electricity  contained  by  one  be  thousands  of  times  greater 
than  that  contained  by  the  other,  no  transference  of  electricity  will 
take  place. 

Measuring  Electromotive  Force.  Suppose  we  wish  to  deter- 
mine the  electromotive  force  of  some  cell.  Let  Ri  equal  the  internal 
resistance  of  the  cell,  and  R^  the  resistance  of  the  outside  circuit. 

Then  C  =  p    .   p  -    We  can  make  R^  so  large  that  Ri  in  comparison 

Ri  +  ^2 

with  it  is  small  enough  to  be  neglected.  Measure  C  with  a  delicate 
amperemeter.  Then  put  some  other  cell  with  a  different  electro- 
motive force,  Ely  in  place  of  the  first,  and,  keeping  Ri  constant,  meas- 
ure the  new  Ci.    Then  C  =  -5-  and  Ci  =  -^'     Then  /?2  =  7^  =  pr- 

Or,  ECi  =  EiC.  Or  E:  Ei  =  C  :Ci,  In  words,  the  current  varies 
directly  with  the  electromotive  force.  If  the  electromotive  force  of 
one  of  the  cells  is  known,  that  of  the  other  may  be  calculated. 

If  we  wish  to  eliminate  the  error  due  to  the  internal  resistance,  we 
may  proceed  as  follows:  Connect  the  two  cells  so  that  their  electro- 
motive forces  work  in  the  same  direction,  and  measure  the  current,  C 
Then  connect  them  so  that  their  electromotive  forces  are  opposed,  and 

I?    I     ly 

measure  the  current,  Ci.    We  have  the  two  equations,  C  =  — 5 — - 

K 
17 17  17 17  17   I    17         /^ 

and  Ci  =  — 5 — ^'    Or,  R  =  — 7; — >  and  substituting, 


R  '  Ci  E  —  El      Ci 

Solving  for  E,  we  have,  E  =  Ei 


C  +  Ci 


C-Ci 
466 
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The  Poggendorff  Compensation  Method.  The  Poggendorff 
compensation  method  depends  upon  the  fact  that  electromotive  force 
falls  along  a  circuit  from  one  end  to  the  other  directly  proportionally 
to  the  resistance.  We  speak  of  the  "  fall  in  p>otential  "  or  "  p)otential 
gradient." 

The  instnmients  and  connections  are  indicated  in  Fig.  76.  A 
source  of  electromotive  force,  D  in  the  figure,  greater  than  that 
which  we  wish  to  measure,  is  connected  to  the  two  ends  of  a  high 
resistance  wire,  AB,  stretched  on  a  meter  stick.  The  cell  to  be 
measured,  G,  is  connected  in  such  a  way  that  its  potential  is  opp)osed 


to  that  of  Z>,  and  by  means  of  the  movable  knife-edge  contact,  C, 
more  or  less  of  the  main  circuit  is  included  within  its  circuit.  A 
delicate  electrometer  (a  name  for  any  instnunent  which  will  detect  a 
small  current)  is  inserted  at  F,  The  current  from  D  flows  through 
Ay  past  C  to  B  and  back  to  D,  The  current  from  G  passes  through 
the  electrometer,  F,  to  C,  to  ^4 ,  and  back  to  G.  The  knife-edge  C  is 
moved  to  and  fro  until  no  current  whatever  passes  through  F  in 
either  direction.  Then  the  potential  difference  between  A  and  C  due 
to  D  must  be  exactly  equal  and  opposite  to  the  potential  difference  at 
the  same  places  due  to  G,  This  is  the  entire  electromotive  force  of 
G  if  no  current  is  passing.  The  potential  difference  between  A  and 
B  due  to  the  source  D  is  known.  The  potential  between  A  and  C  is 
the  same  fraction  of  that  between  A  and  B  as  the  resistance  from  A 
to  C  is  of  the  resistance  from  A  to  B,  The  electromotive  force  of 
cell  G  is  thus  found. 

This  is  known  as  a  zero  method  for  obvious  reasons.  It  is  essen- 
tial that  no  current  should  flow  through  the  G-F  circuit;  otherwise 
some  current  from  D  would  pass  that  way,  we  should  have  a  branch- 
ing circuit,  and  the  resistance  from  A  toC  would  not  be  that  read  off 
on  the  meter  stick.  Moreover,  the  potential  between  A  and  C  would 
not  be  the  electromotive  force  of  the  cell  G. 
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Potentiometer.  Very  few  cells  show  a  constant  potential  when 
dosed  through  a  small  resistance  for  any  length  of  time.  It  is  ad- 
visable to  use  coils  of  wire  with  a  total  resistance  of  looo  ohms  or 
more.  A  storage  cell  closed  through  as  much  resistance  as  this  main- 
tains a  potential  so  constant  we  cannot  detect  an  alteration  in  days. 
Resistance  boxes  designed  for  this  use  are  arranged  in  such  a  way 
that  we  can  alter  the  position  of  the  movable  contact  C  in  very  small 
steps.  Such  an  instnunent  is  called  a  potentiometer,  and  scone  are 
elaborate  and  expensive. 

Practically,  we  insert  an  accurately  known  electromotive  force,  a 
standard  cell,  in  place  of  G  and  calculate  the  potential  from  A  Xo  B. 
We  then  take  this  out  and  substitute  the  cell  to  be  measured. 

Standard  Cells.  It  is  therefore  a  matter  of  most  fundamental 
importance  for  electrical  measurements  to  devise  a  cell  which  will 
give  some  accurately  known  e.m.f.  and  which  may  be  reproduced 
as  readily  as  possible.  In  view  of  the  use  to  which  it  is  to  be 
put,  it  need  not  he  capable  of  furnishing  much  of  any  current. 
Careful  study  has  been  given  to  this  problem,  with  the  result  that  we 
have  specifications  for  two  standard,  or  normal,  cells,  either  of  which 
serves  the  purpose  well. 

Weston,  or  Cadmium,  Standard  Cell.  Most  used  at  present  is 
the  so-called  Weston,  or  cadmium,  cell.  Fig.  77  is  about  half  the 
usual  size.  A  platinum  wire 
is  sealed  through  the  bottom 
of  each  limb  of  an  H-shaped 
glass  cell.  A  represents  a 
small  mass  of  10  to  15  per 
cent  cadmium  amalgam;  B, 
a  layer  of  cadmium-sulphate 
crystab*  C  is  a  small  quan- 
tity of  pure  mercury,  over 
which  is  placed  a  layer,  D, 
of  solid  mercurous  sulphate 
made  into  a  paste  with  a 
saturated  solution  of  CdSO^- 
The  rest  of  the  cell  is  filled  with  a  saturated  solution  of  CdSO^  and 
cadmium  sulphate  crystals  and  the  openings  are  sealed  with  layers  of 

*  Crystallized  cadmium  sulphate  has  the  formula,  CdSOi  -8/3  HiO.     It  may 
be  obtained  by  protracted  boiling  of  finely  divided  cadmium  with  %  dilute  soln- 
is  sulphate. 
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paraffin,  E,  cork,  F,  and  sealing  wax,  G.  The  best  way  to  close  the  cell 
is  by  sealing  off  the  tubes  in  the  blast  lamp.  In  this  form  the  cell  will 
show  the  definite  e.m.f.  of  1.0183  volts  at  20®  unaltered  for  years.* 

Temperature  Coefficient  of  Cadmium  Standard.  Besides  its 
ready  reproducibility,  this  cadmium  cell  has  the  great  advantage  that 
its  temperature  coefficient  is  so  small  it  may  be  ignored  in  most 
measurements.  By  temperature  coefficient  we  mean  the  change  in 
e.m.f.  produced  by  changing  the  temperature  one  degree.  The  ejn.f. 
of  the  cadmiimi  standard  is,  1.0183  --  0.000038  {i  —  20)  volts, 
where  i  is  the  temperature  of  the  experiment.  The  e.m.f.  is  a  little 
lower,  the  higher  the  temperature;  but  two  or  three  degrees  will  not 
make  a  change  falling  within  the  limits  of  experimental  error  of  most 
measurements. 

Clark,  or  Zinc,  Standard  Cell.  Until  about  1904  the  Clark,  or 
zinc,  standard  cell  was  considered  the  most  reliable  reference  cell. 
Fig.  77  may  be  taken  to  represent  this  as  well  as  the  cadmiimi  cell  if 
the  following  substitutions  are  made:  A  represents  a  mass  of  zinc 
amalgam,  B  crystalline  zinc  sulphate,  and  the  rest  of  the  cell  is  filled 
with  a  saturated  solution  of  ZnS04  and  crystals  of  zinc  sulphate. 
The  chief  disadvantage  of  this  cell,  as  compared  to  Weston's,  is  its 
relatively  large  temperature  coefficient.  .Its  e.m.f.  may  be  formu- 
lated as  follows: 

1.4328  —  o.ooi  19  {i  —  15)  —  0.000  07  {i  —  15)^  volts. 

Other  cells  have  been  suggested,  and  in  some  cases  have  been 
adopted,  but  the  above  are  preeminently  what  are  meant  by  "  stand- 
ard cells."  t 

The  Electrometer.  A  good,  sensitive  galvanometer  is  the  best 
instrument  to  use  to  determine  when  no  current  is  passing,  in  con- 
nection with  Poggendorff's  method.  But  there  is  another  sufficiently 
sensitive  contrivance,  known  as  Lippmann's  capillary  electrometer, 
which  it  is  within  the  capacity  of  anyone  to  make  at  small  expense. 
Partly  on  this  account,  but  more  because  it  introduces  certain  inter- 
esting facts  and  theories,  it  will  be  described  at  some  length. 

*  Established  as  the  legal  value  by  an  intematioDal  committee.  Zeitsckr.  /.  pkys. 
Chem.,  75,  674  (191 1). 

t  For  additional  information  regarding  the  technique  in  constructing  these 
cells  see  Ostwald-Luther,  "Physico-chemische  Messungen."  Also  watch  the  cur- 
rent literature,  for  these  fundamental  values  are  still  a  favorite  subject  of  research 
for  our  Bureau  of  Standards,  the  Rdchsanstalt  in  Germany,  and  a  number  of 
independent  investigators. 
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Surface  Tension  of  Mercury.  When  mercury  is  covered  with 
some  electrolytes,  as  for  instance  dilute  sulphuric  add,  its  surface 
tension  is  decreased.  The  following  experiment  is  exceedingly  in- 
teresting and  easily  carried  out. 

Place  about  6  to  8  cm^  of  mercury  in  a  small  evaporating  dish. 
Pour  over  it  dilute  sulphuric  add  (i  :  lo)  containing  a  trace  of  potas- 
sium dichromate,  suffident  to  give  the  solution  a  light  lemon-yellow 
color.  The  drop  of  mercury  flattens  out,  thus  showing  that  its  sur- 
face tension  has  decreased.  Touch  it  with  an  iron  wire  and  it  con- 
tracts suddenly.  Fix  the  wire  in  such  a  position  that  this  contraction 
breaks  the  contact.  Then  the  mercury  flattens  out  once  more,  but 
once  more  comes  in  contact  with  the  wire  and  promptly  shrinks. 
In  this  way  we  can  obtain  a  rhythmic  pulsation  of  the  mercury  which 
is  very  surprising  to  watch.  This  is  by  no  means  a  new  phenomenon. 
It  was  first  noticed  by  Henry  in  1800,  but  first  satisfactorily  ex- 
plained by  Lippmann  in  1873,  and  by  Helmholtz  in  1879. 

Lippmann  found  that,  when  he  added  minus  electridty  to  the 
mercury,  its  surface  tension  increased  and  the  drop  shrank.  By 
applying  enough  minus  electridty,  he  could  get  the  drop  back  to  its 
original  form.  When  he  applied  more,  the  drop  once  more  expanded. 
When  the  iron  wire  in  the  above  experiment  comes  in  contact  with 
the  mercury,  it  gives  minus  electricity  to  the  mercury,  because  it 
dissolves,  going  into  solution  as  ions  with  plus  charges.  This,  of 
course,  leaves  the  wire  charged  minus,  and  it  is  this  minus  electricity 
which  goes  over  to  the  mercury.  At  the  same  time  the  chromic  add 
in  the  solution  is  reduced  to  chromium  sulphate,  Cr2  (804)3. 

Lippmann  concluded  that  the  surface  of  contact  between  mercury 
and  the  electrolyte  is  a  seat  of  diflference  of  electromotive  force;  that 
the  surface  tension  is  intimately  connected  with  this  diflference  of 
potential;  that,  in  fact,  one  is  a  function  of  the  other;  so  that  if  we 
alter  one,  the  other  alters. 

Lippmann's  Capillary  Electrometer.  He  made  use  of  this  prin- 
dple  to  construct  a  sensitive  electrometer.  One  of  the  most  con- 
venient of  the  numerous  forms  of  this  instnmient  is  shown  in  Fig.  78, 
which  is  about  one-half  actual  size.  The  bulb  at  A  is  half  filled  with 
mercury  and  a  platinum  wire  sealed  through  the  glass  establishes 
electrical  connection.  Mercury  is  poured  into  the  other  side  until  it 
stands  at  -B  in  that  tube  and  at  C  in  the  fine  capillary.  C  is  con- 
siderably below  By  owing  to  the  capillary  depression  of  mercury. 
Pilute  sulphuric  add  (i  :  6  by  volume)  fills  the  rest  of  the  apparatus 
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Fig.  78. 


and  is  in  contact  with  mercury  at  C  and  ai  A.    A  wire  dipping  into 
the  mercury  at  B  establishes  the  other  electrical  connection. 

The  position  of  the  mercury  at  C  is  de- 
termined by  its  surface  tension;  if  this 
surface  tension  is  made  greater,  the  me- 
niscus will  go  down;  if  it  is  made  less,  it 
wiL  go  up.  If  this  instrument  is  placed 
in  a  circuit  and  minus  electricity  enters 
at  B,  this  increases  the  surface  tension  at 
C  and  the  meniscus  moves  downward.  If 
plus  electricity  enters  at  B,  this  dimin- 
ishes the  surface  tension,  and  the  meniscus 
rises.  The  amplitude  of  the  movement  is, 
of  course,  a  function  of  the  diameter  of 
the  capillary;  the  smaller  the  capillary 
the  greater  the  movement.  Watching  this 
meniscus  through  a  low-power  microscope  with  an  ocular  micrometer, 
very  sUght  movements  may  be  observed  and  measured.  It  is  easy 
to  construct  the  instnmient  so  that  an  electromotive  force  of  one- 
thousandth  of  a  volt  produces  a  movement  of  three  or  four  scale 
divisions.  It  is  thus  an  admirable  "  zero  "  instrument.  Moreover, 
through  a  narrow  range  the  movement  is  proportional  to  the  electro- 
motive force,  and  so  we  may  estimate  to  less  than  a  ten-thousandth 
of  a  volt  from  its  behavior.  But  no  large  electromotive  force  should 
be  applied,  for  the  surface  at  C  is  sensitive.  If,  the  minus  electricity 
entering  at  B,  the  electromotive  force  exceeds  one  volt,  or  if,  plus 
electricity  entering  at  B,  the  electromotive  force  exceeds  two  or  three 
one-himdredths  of  a  volt,  the  surface  will  be  damaged  through  elec- 
trolysis. If  this  should  happen,  by  blowing  in  at  S  a  drop  of  mer- 
cury may  be  forced  out  of  the  capillary  (falling  into  A)  and  so  a 
new  surface  may  be  secured." 

The  Double-layer  Theory.  With  a  slightly  different  form  of 
the  instrument  (but  the  form  just  described  would  do  equally  weU) 
Lippmann  determined  the  extent  of  the  movements  as  he  applied 
higher  and  higher  potentials  of  minus  electridty  at  the  meniscus  in 
the  capillary.    He  plotted  these  paired  values  against  each  other,  the 

*  The  surface  remains  in  good  order  only  if  the  instnunent  is  kept  short-dt- 
cuited,  except  for  the  second  or  so  at  a  time  while  a  measurement  is  being  made. 
A  key  in  the  circuit  takes  care  of  this  automatically.  For  additional  details  as  to 
its  construction  and  uaft  se«  the  laboratory  manuals  dted  at  the  beginning  ol 
Chapter  XXVUI. 
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movements  on  the  vertical,  the  potentials  on  the  horizontaL  The 
curve  thus  obtained  showed  a  maximum  height  at  about  0.8  volt. 
This,  then,  is  the  potential  we  must  apply  to  neutralize  the  potential 
which  is  produced  by  the  contact  of  dilute  sulphuric  add  with  a 
mercury  surface.    One  must  then  equal  the  other. 

Helmholtz  likened  the  conditions  at  the  surface  of  contact  be- 
tween the  mercury  and  the  sulphuric  add  to  a  charged  condenser. 
The  mercury  surface  is  charged  plus,  and  very  near  to  it  there  must 
be  a  layer  of  ions  charged  minus.    The  capadty  of  a  condenser  with 
parallel  plates  and  a  given  diifference  of  potential  is  inversely  pro- 
portional to  the  distance  apart  of  the  plates.    Applying  these  facts, 
he  calculated  the  distance  between  the  charge  on  the  mercury  surface 
and  the  "  shell  of  ions  '*  about  it  to  be  about  0.4  to  0.8  X  io~^  cm. 
i.e,y  of  the  order  of  molecular  dimensions.    It  is  not  easy  to  under- 
stand how  such  a  "  double  layer  **  is  produced.    The  suggestion  has 
been  made  that  the  cleanest  mercury  surface  carries  traces  of  oxide, 
or  else  oxide  is  formed  at  once  upon  contact  with  the  dectrolyte. 
This  oxide  may  dissolve  as  ions  with  minus  charges,  leaving  the  mer- 
cury charged  plus.    This  may  or  may  not  seem  to  be  a  satisfactory 
explanation,  but  the  fact  remains  that  the  mercury  is  charged  plus. 
This  charge  is  a  satisfactory  explanation  of  the  behavior  of  the  mer- 
cury.    Surface  tension  may  be  considered  as  the  result  of  the  mutual 
attraction  of  molecules  in  the  surface.     If  these  molecules  are  chained 
with  electricity  of  the  same  kind,  these  charges  repel  each  other, 
work  against  surface  tension,  and  so  diminish  it. 

We  shall  have  occasion  to  refer  again  to  Lippmann's  work  and 
Helmholtz's  double-layer  theory  in  connection  with  the  measurement 
of  single  potentials.  But  having  now  described  enough  laboratory 
facts  to  show  how  we  can  determine  the  electromotive  force  of  a 
source,  it  seems  best  to  consider  some  of  those  sources.  The  most  im- 
portant source  is,  of  course,  the  dynamo;  but  this  is  purely  physical, 
with  no  chemical  feature  about  it,  and  so  its  consideration  falls  wholly 
without  the  scope  of  this  book.  We  shall  confine  our  attention  to 
those  combinations  wherein  chemical  energy  is  converted  to  electrical, 
and  the  converse,  t.e.,  to  "  batteries  "  or  "  cells." 

Primary  and  Secondary  Batteries.  These  cells  are  dassified  as 
primary  if,  without  previous  action  of  electrical  energy,  they  will 
furnish  a  current,  and  as  secondary  if  they  require  that  a  current 
shall  be  sent  into  them  before  they  are  in  condition  to  deliver  a 
current.     The  more  usual,  and  better,  name  for  the  second  sort  is 
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"  Storage  batteries."  We  shall  begin  with  a  consideration  of  primary 
batteries,  sometimes  called  "  voltaic  cells  "  or  "  galvanic  cells,"  some- 
times called  "  elements." 

In  General  upon  "Cells."  From  what  has  been  said  in  the 
earlier  portion  of  this  chapter  we  have  learned  that  wherever  there 
is  a  surface  separating  two  phases  this  surface  may  be  a  source  of 
electrical  potential.  About  the  simplest  cell  conceivable  consists  of 
two  electrodes  immersed  in  a  solution  in  which  one  dissolves.  T)^ical 
is  the  Leclanche  element,  consisting  of  a  rod  of  zinc  and  a  rod  of 
carbon,  both  immersed  in  a  solution  of  ammonium  chloride.  We 
have  here  two  sources  of  potential,  —  the  contact  between  the  zinc  and 
the  solution,  and  the  contact  between  the  carbon  and  the  solution. 
The  electromotive  force  of  such  a  combination  is  of  course  the  alge- 
braic sum  of  all  the  sources. 

A  little  more  complex  is  a  cell  consisting  of  two  electrodes,  one  in 
one  solution,  one  in  another,  the  solutions  in  contact  and  one  electrode 
dissolving.  •T3^ical  of  this  class  is  the  Daniell  element,  which  con- 
sists of  zinc  in  a  zinc-sulphate  solution  within  a  porous  cup,  and 
copf)er  in  a  copper-sulphate  solution* without.  The  specific  gravity  of 
the  zinc-sulphate  solution  is  the  greater  and  diffusion  is  very  slow. 
Owing  to  the  part  played  by  the  attraction  of  gravitation,  this  is 
sometimes  called  a  "  gravity  battery."  Instead  of  depending  upon 
the  difference  in  specific  gravities,  the  solutions  are  often  separated  by 
a  porous  porcelain  cup  (jar  or  cell).  These  arrangements  are  identical 
so  far  as  the  reasoning  goes.  In  this  cell  we  have  three  sources  of 
potential,  —  the  contact  between  the  zinc  and  its  solution,  the  contact 
between  copper  and  its  solution,  and  the  contact  between  the  two 
solutions. 

There  is  a  third  type,  called  a  "  concentration  cell."  We  may  have 
two  electrodes  of  the  same  material,  both  immersed  in  a  solution  of 
one  substance.  But  the  first  electrode  is  immersed  in  a  solution  of 
concentration  Ci,  and  the  second  in  a  solution  of  different  concentra- 
tion, C2.  This  cell  also  has  three  sources  of  potential,  —  the  contact 
between  each  electrode  and  its  solution,  and  the  contact  between  the 
solutions.* 

Reversible  and  Nonreversible  Cells.  There  is  another  classi- 
fication of  cells  which  to  a  certain  extent  overlaps  the  classification 

*  For  the  many  other  combinations  which  have  proved  to  be  of  value  and 
interest  as  sources  of  potential,  the  reader  19  referred  to  more  highly  specialized 
works. 
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just  given.  We  subdivide  cells  into  those  which  are  reversible  and 
those  which  are  nonreversible.  By  a  reversible  cell,  we  mean  one 
in  which,  by  sending  the  current  into  the  cell,  we  may  accomplish 
the  exact  reverse  of  the  chemical  process  which  takes  place  when  the 
cell  itself  is  furnishing  the  current.  T)^ical  of  this  class  are  the 
Daniell  cell  and  the  ordinary  lead  storage  battery. 

The  Daniell  cell  is  thus  "  typical  "  of  two  classes,  both  primary 
and  secondary  cells,  and  we  have  here  an  admirable  illustration  of 
the  futility  of  supposing  that  any  of  our  artificial  classifications  are 
final. 

In  nonreversible  cells  we  cannot  reverse  the  chemical  process  by 
sending  a  current  through  the  cell.  When  we  try  to  do  so  electroly^ 
occurs;  for  example,  water  is  electrolyzed  and  a  gas  (or  gases)  is 
given  off.  The  Leclancfi^  cell  may  be  considered  as  a  typical  non- 
reversible cell. 

A  convenient  way  to  represent  cells  is  by  writing  the  formulae 
of  the  essential  chemical  substances  one  after  the  other,  indicating 
the  sources  of  potential  by  dashes.  For  instance,  the  Leclanche  cell 
is  definitely  indicated  by  the  combination,  Zn-NH4C1  solution-C; 
the  Daniell  cell  by  Zn-ZnS04  solution-CuS04  solution~Cu. 

Osmotic  Theory  as  to  Production  of  PotentiaL  As  an  intro- 
duction to  the  osmotic  theor>'  of  the  production  of  the  p)otential 
ditlcrcnces  which  we  obser\e  in  cells,  and  whicli  we  owe  in  its 
present  form  to  W.  Xemst,  it  will  be  well  to  repeat  a  few  facts 
stateti  in  prex-ious  chapters.  Ever>-  substance  has  a  definite  tend- 
ency to  go  into  solution.  We  call  this  its  solution  pressure,  and 
it  is  anaK'^>us  to  \*apor  pressure.  Ever\'  substance  has  a  tendency 
to  a>mo  out  of  s<.>lution.  We  may  call  this  its  precipitation  pres- 
surx\  and  Xcmst  assumes  that  its  osmotic  pressure  is  a  measure  of 
this.  Wo  assume  that  a  salt  dissolves  as  such  in  the  first  instance, 
and  then  vpractically  instantaneously"^  dissociates  to  a  definite  d^ree 
to  ci^ually  and  i>|>[x>sitely  charged  anions  and  cations.  This  can- 
not prvxiuoe  a  |x>tential  measurable  by  our  present  methods.  But 
when  metals  dissoh-e  they  can  send  only  cations,  plus  charged 
ivMis,  into  the  s<'4ution;  consequently  the  metal  which  remains  be- 
hind must  Ixvome  chartreii  with  an  equivalent  quantity  of  minus 
dcv  tricity.  The  minus  duiged  metal  must  attract  the  plus  charged 
ions  to  such  xtx  extent  that  some  ions  redeposit  themsdves;  but  other 
iv>ns  must  Ix*  iroing  inu^  solution  continuously,  md  s^  we  have  a  con- 
dition of  equilibrium  in  almost  all  particulars  like  those  «y  coosid- 
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ered  in  Chapter  XXVI.  The  metal  appears  not  to  dissolve,  but  we 
imagine  that  it  is  dissolving  and  precipitating  at  the  same  rate.  At 
the  surface  of  contact,  then,  there  is  a  "  double  layer,"  which  has  a 
tension  measured  as  a  difference  in  electrical  potential.  This  dif- 
ference of  electrical  potential  must,  then,  be  proportional  to,  and 
measurable  by,  and  so  must  be  itself  a  measure  of,  the  pressure  of 
solution.  If  we  close  the  circuit  outside,  that  is,  give  these  charges 
another  path  by  which  they  can  get  to  each  other,  this  "  double- 
layer  "  equilibrium  is  upset  and  more  metal  dissolves.  This  dissolv- 
ing continues  until  the  osmotic  pressure  of  the  ions  (precipitation 
pressure),  unaided  by  any  electrical  attraction,  equals  the  solution 
pressure,  when,  again,  we  have  an  equilibrium.  Such,  in  brief,  is 
Nemst's  theory,  the  utility  of  which  will  be  apparent  from  what 
follows. 

Formula  for  the  Potential  at  a  Metal  Electrode.  We  shall  first 
apply  it  to  the  calculation  of  the  potential  at  a  metallic  electrode  in 
contact  with  a  solution  of  a  salt  of  that  metal.  Call  the  solution 
pressure  of  the  metal  F  and  the  osmotic  pressure  of  the  ions  in  solu- 
tion p.  The  metal  that  dissolves  goes  from  pressure  P  to  pressure  ^, 
and  we  shall  consider  that  this  is  the  same  as  if  metal  ions  at  an 
osmotic  pressure  P  expanded  to  an  osmotic  pressure  p,  Van't  HofiF 
has  shown  that  the  gas  laws  hold  for  substances  in  solution  when 
we  substitute  osmotic  pressure  for  gaseous  pressure  in  the  formula 
pv  =  RT^  so  the  effect  is  the  same  as  if  a  gas  expanded  from  P  to  p. 

We  learned  in  Chapter  XXII  that  when  a  formula  weight  in  grams 
of  any  gas  expands  isothermally  from  an  original  pressure  ^  to  a 
final  pressure  ^,  the  maximum  amount  of  work  we  can  obtain  (^4)  is 

given  by  the  formula  A  =  RTln  ^-    The  maximum  work  obtainable 

when  a  gram  molecule  of  a  metal  with  solution  pressure  P  goes  into 
solution  isothermally  and  becomes  ions  at  an  osmotic  pressure  p  is, 

then,  A  =  RTln  -  • 

P 
Consider  an  univalent  metal  and  that  one  equivalent  weight  in 

grams  goes  into  solution.     The  ions  resulting  will  then  carry  a 

quantity  of  electricity  equal  to  Faraday's  constant,  96  500  coulombs. 

Let  F  represent  this  quantity.    But  the  total  electrical  energy  is  the 

quantity  times  intensity,  or  coulombs  times  volts,  or  Ft,  where  t 

represents  the  p)otential.    If  all  work  is  converted  without  loss  to 

P  RT     P 

electrical  energy,  Ft  must  equal  RTln—y  orT  =  "e^^^T"' 
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In  case  the  metal  is  not  univalent  but  has  the  valence,  i»,  the 

quantity  of  electricity  associated  with  the  ionization  of  a  gram  atcnn 

RT     P 
is  nP,  and  so  our  formula  becomes  t  =  —=  In--' 

fir       p 

If  a  cell  is  reversible,  this  means  that  whatever  amount  of  electrical 
energy  we  put  in  is  converted  to  chemical  energy,  and,  reversing,  we 
can  get  the  same  amount  back  without  loss.  The  transformations 
both  ways  must  then  be  complete  and  without  loss  in  other  forms 
of  energy.  A  strictly  reversible  cell  fulfills,  then,  the  above  require^ 
ment,  and  the  equation  just  given  is  fundamental  for  all  reversible 
cells. 

From  the  gas  laws  we  know  i?  =  y  •  Adopting  standard  or  nor- 
mal conditions,  ^=  i  atmosphere  (760  mm.)  =  1033.3  g.  cm.;  r  =  22  400 
cm';  T  =  273.  To  convert  to  the  C.  G.  S.  system  we  must  multiply 
by  the  gravitation  constant,  981,  so  we  have 

22  400  X  1033.3  X  981 

273  ^^' 

Natural  logarithms  are  converted  to  ordinary  Briggs  logarithms 
(basis  =  10)  by  the  formula  Inx  =  2.3026  log  x.  F  =  96  500.  Unit 
electrical  energy,  one  joule,  as  explained  in  Chapter  XXVIII,  is  ic^ 
ergs.    Substituting  in  the  formula,  we  have 

22  400 X  1033.3  X981 X 2.3026  T,     P  o    T.     P     ^ 

ir= — 7^/. log-  or  T=o.ooo  1983 -log— volts. 

273x10^X96500  n    ^p  ^  ^  n    ^ p 

Suppose  we  are  working  at  an  average  room  temperature  of  18®; 

then  r  =  291,  and  we  have  tt  =    '      —  log --volts. 

n  p 

Formula  for  the  Potential  at  Contact  of  Two  Solutions.  Nemst's 
osmotic  theory  is  the  first  plausible  explanation  for  the  long-known 
fact  that  there  is  a  potential  difference  at  the  surface  of  contact  be- 
tween two  solutions. 

Imagine  two  solutions  of  hydrochloric  acid  of  different  concen- 
trations in  contact.  The  solute  \\\\\  diffuse  from  the  place  where  it 
is  more  concentrated  to  the  place  where  it  is  less  concentrated.  But, 
according  to  the  dissociation  theory,  hydrogen  cations  and  chloride 
anions  are  independent  individuals,  and  so  will  tend  to  diffuse  at 
different  rates.  The  hydrogen  cations,  being  the  lighter,  will  tend  to 
move  the  faster.    Presently  the  "  front  rank  "  will  consist  of  hydro- 
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gen  cations  charged  plus,  while  behind  them  will  be  an  excess  of 
chloride  ions  charged  minus.  Thus  a  difference  of  potential  may  be 
established.  Electromagnetic  attraction  between  opposite  charges 
prevents  them  from  getting  apart,  but  we  can  easily  visualize  how  a 
layer  of  plus  charges  will  be  toward  the  more  dilute  solution,  and  a 
layer  of  minus  charges  toward  the  more  concentrated  solution  of  the 
add. 

Thus  the  unequal  rates  of  migration  of  the  ions  are  the  cause  of  the 
potential  difference.  If  the  negative  ion  travels  faster,  of  course  the 
more  dilute  solution  will  show  a  minus  charge.  The  more  dilute 
solution  always  is  chaiged  with  electricity  of  the  sign  of  the  faster 
ion. 

Suppose  we  have  the  same  electrolyte  at  two  concentrations,  that 
it  consists  of  two  imivalent  ions,  and  that  U  is  the  transference 
number  for  the  cation  and  V  the  transference  number  for  the  anion, 
as  defined  in  the  last  chapter.  Suppose,  also,  that  the  cation  moves 
faster  than  the  anion.  Consider  that  unit  quantity  of  electricity 
(96500  coulombs)  is  carried  from  the  concentrated  to  the  dilute 

region.    The  total  conduction  is  then  t/  +  7,  and  jj  xy  cations 

V 
must  have  gone  one  way,  while  jj  xy  anions  must  have  gone  the 

other. 

Let  p  equal  the  osmotic  pressure  of  the  cations  in  the  concentrated 
solution;  it  must  then  also  be  the  osmotic  pressure  of  the  anions  in 
the  same  solution.  Let  P\  equal  the  osmotic  pressure  of  the  cations 
(and  of  the  anions)  in  the  dilute  solution. 

We  have  just  seen  that  the  maximum  work  we  can  get  when  a 
formula  weight  of  ions  expand  from  the  higher  pressure  p  to  the 

lower  pressure  pi  is  RTln  ^  •    If  all  the  work  is  converted  to  electrical 

Pi 

energy,  the  movement  of  the  cations  will  then  give  us  rr  ijrRTln^- 

U  -T  V  Pi 

The  anions  move  in  the  opposite  direction,  from  the  region  of  less  to 

that  of  greater  pressure.    They  therefore  require  work  to  be  done 

V  P 

upon  them  equal  to  ,.  .  .. RTln  f-  •    Hence  we  may  expect  to  obtain 

U  -T  V  Pi 

as  electrical  energy  only  the  difference  between  these  two  quantities, 
or  j^RTln^- jj^RTlnf.   Simplifying. |^ /?r/» |^  =  F.. 
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Substituting  niunerical  values  for  symbols  as  we  did  in  deriving  the 
equation  for  the  p>otential  at  an  electrode,  we  have 

'  =£7+70-^69  log  |^» 

an  equation  giving  the  potential  at  the  contact  between  two  concen- 
trations of  an  electrolyte  consisting  <3f  two  univalent  ions. 

A  Concentration  Cell.    We  are  now  in  a  position  to  consider  a 
concentration  cell  as  a  whole.    Suppose  we  have  two  silver  electrodes, 

one  dipping  in  —  AgNOg,  the  other  dipping  in  —  AgNOs.   Let  P  equal 

the  solution  pressure  of  the  silver,  pi  the  osmotic  pressure  of  the  ions  in 

—  AgNOg,  and  pi  the  osmotic  pressure  of  the  ions  in  the  —  AgNOi. 

p 
At  the  first  electrode  we  have  RTln—-;  at  the  contact  between  the 

Pi 

two  solutions  we  have  ,,  ,  ^.RTln^\  at  the  second  electrode  we 

U  -tV  pi 

p 
have  RTln  — »  and  this  is  opposed  in  its  effect  to  the  first  electrode. 

Therefore  we  place  a  minus  sign  before  it  and  then  add  the  three 

terms  to  obtain  the  electromotive  force  of  the  cell  as  a  whole.    Adding 

2  V  Pi 

and  simplifying,  we  obtain,  —  ,,  ,  ^.RTln^  =  Ft,  or 

U  -^  y  Pi 

2  V  .    y      Pi 

Referring  to  the  table  in  the  previous  chapter,  we  find  U  for  Ag*  =51 
and  V  for  N03'=  57.  If  the  silver  nitrate  were  completely  disso- 
ciated in  both  solutions,  the  osmotic  pressures  of  the  ions  would  be 

P\ 
as  10  is  to  I,  ^  would  equal  10,  and  logic  =  i.    But  conductivity 

pi 
measurements  prove  that  the  dissociation  is  not  complete,  that  the 
ratio  between  the  concentrations  of  the  ions  in  the  two  solutions 

is  as  8.71  is  to  I.    Therefore  ^  =  8.71.     Substituting  these  values, 
wehavcTT  = r  0.057  69 log 8.71,  or  t=  0.0572.    By  actual  experi- 

lOO 

ment  this  cell  was  found  to  have  an  e.m.f.  of  0.055  volt.    The  agree- 
ment between  fact  and  theory  is  all  one  could  ask. 
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In  General  Regarding  Concentrations.  If  the  concentrations 
of  the  ions  in  the  two  solutions  are  as  loo  :  i,  we  have  log  loo,  which 
is  2;  if  the  concentrations  are  as  1000  :  i,  we  have  log  1000,  which  is 
3,  as  a  factor  to  insert  in  our  equation.  Thus  we  see  that  very  great 
changes  in  the  concentrations  of  the  solutions  make  relatively  much 
smaller  changes  in  the  e.m.f.  of  a  concentration  cell. 

Suppose  a  metal  were  immersed  in  a  solution  containing  none  of 

p 

that  metal  as  ions.    We  should  have  /n— »  but  that  is  infinity,  and 

so  the  e.m.f.  of  the  cell  should  be  infinitely  great.  This  is  never  the 
case,  however,  and  so  we  must  assume  that  every  metal  sends  some 
ions  into  every  solution  at  once.  We  here  have  another  aigiunent 
for  our  belief  that  nothing  is  absolutely  insoluble. 

Amalgam  Electrodes.  It  is  possible  to  alter  the  solution  pressure 
of  a  metal  by  using  as  electrodes  amalgams  of  the  metal  at  different 
concentrations.  The  development  of  an  equation  for  such  a  cell  is 
quite  similar  to  what  has  just  been  given.  For  details  the  reader  is 
referred  to  texts  on  electrochemistry.  It  must  sufiSce  to  say  that 
there  is  an  admirable  agreement  between  fact  and  theory. 

Gas  Electrodes.  Platinized  platiniun  absorbs  laige  quantities  of 
gases.  We  may  construct  cells  having  electrodes  consisting  of  strips 
of  platinized  platinum  immersed,  half  in  the  solution,  half  in  the  gas. 
Such  cells  behave  as  if  the  electrodes  consisted  solely  of  the  gases 
used.  Interesting  as  these  combinations  are,  it  is  necessary  once 
more  to  refer  the  reader  to  more  specialized  books  for  details. 

Measurement  of  Single  Potentials.  A  complete  cell  consists, 
necessarily,  of  at  least  two,  and  often  more,  sources  of  p)otential,  and 
when  we  measure  the  e.m.f.  of  the  cell  we  determine  the  algebraic 
sum  of  all  the  sources.  It  is  a  matter  of  interest  to  learn  how  much  is 
due  to  each  source;  to  measure  single  potentials.  We  cannot  do  this 
by  measuring  a  complete  cell,  for  we  have  at  least  two  imknowns,  and 
such  equations  are  indeterminate.  If  we  can  determine  one  single 
potential,  we  can  solve  all  our  equations.  But  therein  lies  the  diffi- 
culty, —  to  settle  definitely  some  one,  as  a  starting  p>oint.  A  number 
of  expedients  have  been  tried,  but  it  cannot  be  said  that  any  one 
has  definitely  solved  the  problem. 

According  to  Helmholtz's  "  double  layer  "  theory  the  surface  ten- 
sion between  two  liquids  reaches  a  maximum  when  the  potential  dif- 
ference between  them  is  zero.  We  may  then  construct  a  Lippmann 
capillary  electrometer  with  solutions  of  different  electrolytes  and  de- 
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termine  the  p>otential  which  must  be  applied  to  give  the  mercury  its 
maximum  surface  tension,  in  the  way  described  earlier  in  this  chapter. 
This  must  then  be  the  potential  between  the  mercury  and  the  elec- 
trolyte. Supp>ose  that  we  do  this  with  electrolytes  A  and  B.  Now 
set  up  a  cell  according  to  the  scheme  Hg-A-B-Hg  and  measure  its 
e.m.f .  Since  the  e.m.f .  of  a  cell  is  the  algebraic  sum  of  all  the  sources, 
if  we  know  the  single  p>otentials  Hg-A  and  Hg-B,  it  is  easy  to  calculate 
the  p>otential  A-B. 

But  there  are  many  serious  difficulties  in  practice.  For  instance,  it 
is  hard  to  determine  just  when  the  mercury  has  its  TnATimnni  surface 
tension,  for  in  this  region  fairly  laige  differences  in  the  potential  im- 
pressed make  relatively  small  changes  in  the  surface  tension.  We 
can  probably  say  that  the  p)otential  between  a  mercury  surface  and 
equivalent  normal  sulphuric  add  is  not  less  than  0.8  and  not  more 
than  0.9  volt.  But  such  an  approximation  is  not  in  the  least  satis- 
factory as  a  standard  of  reference  where  we  wish  to  express  our  re- 
sults to  a  thousandth  of  a  volt  or  less. 

A  "  dropping  electrode,"  a  capillary  orifice  out  of  which  come  so 
many  fine,  separate  particles  of  mercury  as  to  constitute  a  "  mist," 
to  fall  into  a  larger  body  of  mercury  beneath,  should  have  zero  poten- 
tial according  to  Helmholtz,  and  was  considered  as  the  sought-for 
standard  for  some  years.  But  Nemst  has  raised  a  number  of  valid 
objections,  and  it  is  not  now  sufficiently  generally  accepted  to  require 
a  careful  description. 

Nemst  has  suggested  that,  since  the  main  interest  lies  in  the  com- 
parative values, -we  arbitrarily  adopt  a  point  of  departure  until  future 
investigations  give  us  something  better.  He  further  suggested  that 
a  hydrogen  electrode,  platinized  platinum  half  in  hydrogen  gas  and 
half  in  a  solution  of  sulphuric  add  of  such  concentration  that  it 
contains  one  gram  of  hydrogen  ions  per  liter,  being  in  fact  near  the 
zero  point,  be  adopted  as  exactly  zero.  A  current  of  hydrogen  gas 
must  be  kept  bubbling  through  the  solution,  and  other  precautions 
must  be  observed.  The  experimental  manipulation  of  this  "  zero  " 
electrode  is  not  exactly  easy.  We  have,  therefore,  devised  what 
we  call  a  "  normal "  electrode,  easily  reproduced,  and  with  a 
definite  potential  most  carefully  compared  with  this  hydrogen 
electrode. 

Normal  Electrode.  Formerly  the  normal  electrode  consisted  of 
amalgamated  zinc  in  a  saturated  solution  of  zinc  sulphate,  but  prefer- 
able to  this  is  the  so-called  **  calomel  "  electrode. 
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Calomel  Electrode.  Fig.  79  is  a  sketch  of  the  ''  calomel "  elec- 
trode, approximately  half  the  customary  size.  A  small  jar,  about 
8  cm.  high  and  3  cm.  in  diameter,  contains  a  few  cm.'  of  pure  mercury 
at  the  bottom.  Above  this  is  a  layer  of  mercurous  chloride,  rubbed 
up  to  a  paste  with  a  normal  solu- 
tion of  potassium  chloride.  The 
rest  of  the  jar  is  completely  filled 
with  this  solution,  which  also  fills 
the  glass  and  rubber  tubes  marked 
A,  A  J  Ay  in  the  figure.  Electrical 
connection  with  the  mercury  at 
the  bottom  is  established  by  means 
of  a  wire  sealed  through  the  closed 
glass  tube  indicated  at  B, 

This  affair  is  only  half  a  cell, 
but  if  the  bent  tube.  Ay  is  dipped 
beneath  the  surface  of  a  second 
electrolyte    containing    a    second 


Fig.  79. 


electrode  in  another  jar,  and  the  pinchcock  C  is  opened,  we  have  a 
complete  cell  whose  e.m.f.  we  can  measure.  We  have,  then,  really 
three  sources  of  electromotive  force:  first,  the  normal  electrode; 
second,  the  contact  betweeen  the  two  electrolytes;  third,  the  other 
electrode.  We  chose  potassium  chloride  for  our  normal  electrode 
because  its  two  ions  travel  with  nearly  the  same  velocity  and  so 
set  up  a  minimum  potential  difference  at  a  contact  with  another 
solution.  This  almost  surely  does  not  hold  for  the  other  solute  how- 
ever, and  so  there  is  always  a  potential  difference  at  this  contact.  It 
is  customary  to  ignore  this,  and,  subtracting  the  value  for  the  calomel 
electrode  from  the  measured  e.m.f.,  to  say  that  the  difference  is  the 
potential  between  the  second  electrode  and  its  solution. 

Potential  of  the  Calomel  Electrode.  When  a  cell  is  made  up 
consisting  of  a  calomel  electrode  and  a  hydrogen  electrode,  it  is  foimd 
to  have  an  e.m.f.  of  0.283  volt,  the  plus  current  traveling,  in  the 
cell,  to  the  mercury  electrode.  Having  decided  to  call  the  potential 
of  the  hydrogen  electrode  zero,  we  then  say  the  potential  of  our 
calomel  electrode  is  +0.283  volt,  indicating  by  the  +  sign  that  the 
metallic  electrode  is  charged  in  that  sense.  Some  writers  put  the 
potential  of  the  calomel  electrode  equal  to  zero.  While  this  does  not 
alter  the  relative  position  of  anything,  it  makes  the  recorded  values 
yet  further  from  the  true  values,  and  this  seems  imnecessary. 
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Temperature  Coefficient  of  the  Calomel  Electrode.  The  tem- 
perature coefficient  of  the  calomel  electrode  is  but  o.ooo  07  volt  per 
degree;  in  other  words,  entirely  negligible  in  all  but  the  most  refined 
of  measurements.    This  is  a  distinct  advantage. 

Some  Observed  Values.  From  what  has  been  said  it  will  be 
realized  that  the  potential  between  a  metal  electrode  and  a  solution 
of  one  of  its  salts  is  independent  of  the  anion,  but  depends  on 
the  concentration  of  the  cation.  Thus  the  same  potential  will  be 
obtained  if  we  use  the  chloride,  nitrate,  or  sulphate,  provided  we  use 
them  in  such  concentrations  that  the  concentrations  of  the  cations 
are  the  same.  The  following  table  contains  a  few  of  the  values 
obtained  by  Wilsmore*  for  the  metals  indicated,  immersed  in  solu- 
tions of  salts  of  the  same  metal  of  such  concentration  that  they  con- 
tain an  equivalent  weight  in  grams  of  the  metal  as  ions  per  liter. 
In  all  cases  the  values  represent  actual  experiment,  but  in  most  cases 
the  concentration  of  the  cations  was  not  equivalent  normal  and  a 
calculation  was  necessary  to  reduce  the  experimental  value  to  that 
standard.  The  hydrogen  electrode  was  adopted  as  the  point  of 
reference  and  set  equal  to  o.  To  quote  Wilsmore:  "  In  no  case  is 
the  third  decimal  place  to  be  considered  as  certain,  and  in  the  majority 
of  cases  perhaps  the  second  decimal  place  is  imcertain." 


Al 

Mn 

Zn 

Cd 

Fc 

Co 

—  1.276? 

-1.07s 

-0.770 

—0.420 

•  -0.340 

—0.232 

Ni 

Sn 

Pb 

Cu 

Hg 

Ag 

—0.228 

<— 0.192 

—0.148 

+0.329 

+0.750 

+0.771 

Pt 

Au 

CI 

Br 

I 

0 

< +0.863 

<  +  i.o79 

+  1.417 

+0.993 

+0.520 

+1.119? 

The  value  of  such  a  table  is  very  great,  for  it  enables  us  to  foretell 
what  the  e.m.f.  would  be  of  any  cell  we  might  construct.  For  in- 
stance, suppose  we  make  up  a  cell  consisting  of  a  zinc  electrode  in  a 
solution  containing  an  equivalent  weight  in  grams  of  Zn"  and  a 
copper  electrode  in  a  solution  containing  an  equivalent  weight  in 
grams  of  Cu".  The  table  tells  us  the  zinc  will  charge  itself  minus 
to  the  extent  of  0.770  volt  and  the  copper  will  charge  itself  plus 
to  the  extent  of  0.329  volt.  These  two  charges  will  evidently  be 
"  pushing  **  the  same  way  so  far  as  sending  a  current  through  an 
outside  circuit  is  concerned,  so  the  e.m.f.  of  the  combination  will  be 
0.770  +  0.329  =  1.099  volts.  This  is  the  Daniell  cell  and  its  e.m.f.  is 
1.096  volts,  a  fairly  good  check. 

•  N.  T.  M.  Wilsmore,  Zeilschr,/.  phys,  Chem.,  35,  291-332  (1900}. 
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If  the  concentration  of  the  ions  is  less  than  assumed  above,  this 
will  have  the  tendency  to  make  the  metal  electrode  more  negative  or 
less  positive.  This  is  a  corollary  of  what  has  been  said  regarding 
the  solution  pressure. 

Potential  Series.  The  table  gives  us  what  we  call  an  electro- 
chemical, or  better,  potential,  series  of  the  elements.  It  is  rather 
significant.  Thermochemical  data  give  us  measures  of  total  chemi- 
cal energy  but  tell  us  next  to  nothing  regarding  the  individual 
factors,  as  was  explained  in  Chapter  XXVII.  The  single  potential, 
however,  seems  to  be  a  measure  of  the  intensity  factor,  that  factor 
which  determines  whether  or  not  a  given  process  will  take  place. 
It  seems  'as  though  we  could  say  that  the  intensity  factor  of  the 
chemical  energy  possessed  by  an  element  is  the  greater,  the  higher  it 
stands  in  this  series.  This  view  has  cogent  arguments  in  its  favor. 
Any  metal  in  the  series,  brought  in  contact  with  a  solution  of  a  salt 
of  a  metal  standing  below  it,  will  dissolve,  displacing  this  "  lower " 
metal  from  its  salt,  forcing,  as  we  might  say,  this  "  lower  "  metal  to 
deposit  as  such.  For  instance,  zinc  put  in  a  solution  of  a  copper  salt 
will  dissolve,  and  copper  will  precipitate.  Any  metal  standing 
"  above  "  hydrogen  in  this  series  will  displace  hydrogen  from  its 
"  salts,"  the  acids;  that  is,  will  dissolve  in  acids  with  the  evolution  of 
hydrogen.    Those  standing  "  below  "  hydrogen  will  not  do  this. 

The  practical  application  of  these  simple  principles  are  numerous  and 
important.  Unfortunately  we  cannot,  in  this  brief  summary,  more 
than  indicate  what  they  are.  "  Galvanized"  iron  is  sheet  iron  covered 
with  a  thin  layer  of  zinc.  If  this  layer  is  scratched  or  worn  in  such  a 
way  as  to  expose  the  iron,  and  moisture  collects  at  the  spot,  we  have 
a  "  short-circuited  "  cell.  The  zinc  dissolves  more  rapidly  than  if  the 
iron  were  not  there.  "  Tinware  "  is  iron  coated  with  tin.  If  the 
tin  coat  is  removed  at  some  spot  the  iron  rusts  faster  than  if  it  were 
not  tinned.  The  corrosion  of  underground  gas  and  water  pipes  has 
taken  place  to  a  serious  extent  since  the  general  introduction  of 
trolley  cars.  It  diminishes  the  troubles  if  the  "plus"  terminal  of  the 
dynamo  is  attached  to  the  overhead  wires.  Then  the  "  return  wire," 
consisting  of  the  rails,  and  inevitably  of  at  least  sections  of  gas  and 
water  pipe,  becomes  the  cathode  in  this  magnified  cell,  and  suffers 
less  damage,  for  metals  deposit  on  the  cathode.* 

^  Do  not  suppose  that  this  is  a  final  solution  of  this  vexatious  problem;  it  is 
given  solely  as  an  indication  of  how  a  familiarity  with,  and  ability  to  apply,  funda- 
mental principles  may  be  of  "practical''  value. 
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Oxidation  and  Reduction  Series.  The  dectiomotive  series  ci 
the  metals  is  also  the  series  of  their  oxidizability,  and  may  be  con- 
sidered as  the  order  of  their  "  affinity  "  toward  oxygen.  We  may 
carry  this  idea  further.  Some  substances  in  solution  act  as  oxidizing 
agents,  others  as  reducing  agents.  We  can  arrange  them  in  the  order 
of  their  tendency  to  oxidize  or  reduce,  and  so  obtain  an  oxidation  and 
reduction  series. 

Before  we  go  further  in  this  discussion  it  will  be  well  to  define 
what  we  mean  by  oxidation  and  reduction  in  the  light  of  electro- 
chemical phenomena.  The  terms  have  been  extended  until  they  in- 
clude processes  in  which  oxygen  takes  no  part.  If  a  strip  of  copper 
is  put  in  a  solution  containing  silver  ions,  silver  is  precipitated  and 
copper  dissolves.  We  say  the  silver  has  been  reduced  and  the  copper 
oxidized.  We  believe  that  silver  ions  were  deprived  of  plus  charges 
and  copper  ions  received  them.  When  the  stannous  ion  Sn  *  is  con- 
verted to  the  stannic  ion,  Sn*'",  we  say  it  has  been  oxidized.  When 
the  ferric  ion,  Fe"*  is  deprived  of  one  unit  change  and  becomes  the 
ferrous  ion,  Fe",  we  say  it  has  been  reduced.  So  oxidation  as  at 
present  understood  means  the  addition  of  plus  charges  or  the  sub- 
traction of  minus  charges;  reduction  means  the  subtraction  of  plus 
charges  or  the  addition  of  minus  charges;  and  oxygen  may  not  enter 
into  the  process  at  all.  In  the  terms  of  the  electron  theory  oxida- 
tion consists  in  the  removal,  reduction  in  the  addition,  of  electrons. 

Bancroft  and  others  have  investigated  many  combinations,  con- 
structing cells  with  two  platinum  electrodes  immersed  in  different 
solutions.  As  the  platinum  was  never  attacked,  the  electromotive 
forces  of  these  cells  were  to  be  considered  as  additively  made  up  of 
the  tendencies  of  the  ions  in  the  two  electrolytes  to  give  up  or  acquire 
charges  of  one  sign  or  the  other.* 

The  following  table  contains  an  oxidation  and  reduction  series  as 
found  by  Bancroft.  The  substances  were  investigated  at  a  con- 
centration of  one-fifth  normal  wherever  possible.  The  minus  sign 
may  be  taken  as  indicating  that  the  substance  is  a  reducing  agent; 
the  plus  sign  then  indicates  that  the  substance  is  an  oxidizing  agent. 
The  numbers  themselves  represent  single  potentials  expressed  in 
volts,  and  may  be  thought  of  as  measures  of  the  intensity  factors  of 
the  chemical  energy  of  the  several  substances.  The  table  then  con- 
tains measures  of  the  relative  "  strengths  "  of  oxidizing  and  reducing 

•  W.  D.  Bancroft,  Zcitsckr.  f.  phys.  Cliem.y  zo,  387-409  (1892);  B.  Neumann, 
Zeiisckr.f.  phys.  Ckcm.,  14,  193-230  (1894). 
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agents.    It  should  be  remembered  that  the  values  are  not  absolute 
but  merely  relative.* 

OXIDATION,  REDUCTION  SERIES. 

Stannous  chloride  in  alkaline  solution —0.861 

Sodium  sulphide —0.651 

Hydroxylamine  in  alkaline  solution —0.616 

Pyrogallol  in  alkaline  solution —0.482 

Hydrochinone  in  alkaline  solution — o. 329 

Hydrogen  in  add  solution — o  .311 

Potassium  ferrocyanide  in  alkaline  solution —0.086 

Stannous  chloride  in  add  solution —0.064 

Cupric  chloride +0.000 

Sodium  thiosulphate +0.016 

Sodium  sulphite +0.023 

Ferrous  sulphate  in  neutral  solution +0.073 

Hydroxylamine  in  add  solution +0.076 

Sodium  hydrogen  sulphite +0. 103 

Sulphurous  add +0. 158 

Ferrous  sulphate  in  add  solution +0. 234 

Iodine  in  KI  solution • +0.328 

Potassium  dichromate +0. 502 

Ferric  chloride +0. 678 

Nitric  add +0. 697 

Bromine  in  alkaline  solution +o-  755 

Chromic  add +0. 837 

Potassium  iodate +0.929 

Chlorine  in  add  solution + 1 .  106 

Potassium  permanganate +1 .  203 

Polarization.  Suppose  that  we  have  electrodes  of  some  material 
not  attacked  by  the  electrolyte,  as  for  instance  of  platinum,  gold, 
or  carbon,  and  that  we  send  a  current  through  such  a  ceil  under  a 
constant  electromotive  force.  The  current  gradually  diminishes. 
There  develops,  as  it  were,  an  opposing  electromotive  force  at  the 
electrodes,  which  resists  the  eflfort  to  send  the  current  through.    This 

^  The  numerical  values  are  not  those  given  by  Bancroft,  but  are  taken  from 
Le  Blanc's  ''Electrochemistry/'  translated  by  Whitney,  to  which  text  those  desir- 
ing additional  details  are  referred.  Though  the  numbers  are  different,  the  rela- 
tions are  maintained.  For  instance,  in  this  table  the  tendency  to  reduce  possessed 
by  an  alkaline  solution  of  SnCli  b  represented  by  0.861  volt,  the  tendency  to 
oxidize  possessed  by  a  solution  of  KMnOi  is  represented  by  1.203  volts.  The 
difference  between  these  intensity  factors  is  their  sum,  or  2.064  volts.  Bancroft 
and  Neimiann  represent  the  SnCls  value  with  +0.301  and  the  RMnOi  value 
with  —1.763.  The  total  difference  is  the  sum,  or  2.064,  the  same  value.  In 
other  words,  the  pictures  are  the  same,  ooly  displaced  along  an  arbitrary  scale. 
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phenomenon  is  called  polarization.  If  the  current  is  stopped,  such 
polarized  electrodes  are  able  to  send  a  current  in  the  reverse  direction 
for  a  time.  Our  present  theory  is  that  ions  are  piled  up  about  a 
polarized  electrode  and  are  striving  to  go  back  and  distribute  th^n- 
selves  evenly  through  the  solution. 

Measurement  of  Polarization.     Fig.  80  rq>reseDts  a  combina- 
tion of  instruments  to  measure  polarization.    A  is  the  cell  under- 
going polarization,  B  the  battery  or  other 
source  of  current  producing  the  polari- 
_  ^^  I  zation,  C  is  a  capillary  electrometer  or 

J  PA*-  D    other  sensitive  current  detector,  and  D 

*  /  "' '  is  a  source  of  potential  which  may  be 

varied  at  will;  a  potenticoneter.     E  is 
^*-  *°'  one  arm  of  a  tuning  fork,  connected 

to  one  electrode  of  A  but  vibrating  in  such  a  way  as  to  make  con- 
tacts in  rapid  succession  at  F  and  G.  When  the  contact  is  made  at 
F,  a  current  from  B  flows  through  A  and  polarizes  the  electrodes. 
When  the  contact  is  made  at  G,  this  "back  electromotive  force" 
due  to  polarization  sends  a  current  through  D  and  C  Z>  is  now 
varied  until  C  shows  no  current  passing,  and  then  the  known  potential 
of  Z7  is  said  to  be  the  electromotive  force  of  the  polarization. 

Measurement  of  Polarization  at  One  Electrode.  Fig.  81  illus- 
trates the  method  of  measuring  the  polarization  at  one  electrode. 
Into  one  and  the  same  electrolyte  dip  the 
two  electrodes  A  and  B  and  the  siphon  of 
the  normal  electrode  C.  D  is  the  source 
which  polarizes  A  and  B.  £  is  an  elec- 
trometer and  F  a  ^■ariable  potential. 

Before  sending  a  current  from  D  through 
A  and  B,  we  measure  the  e.m.f.  of  the 
ceL  consisting  of  B  and  C.    We  next  send 
a  current  from  D  through  A  and  B,  so 
polarizing  B.     We   then  measure  again 
the  e.m.f.  of  the  cell  B,  C.    The  differ- 
ence between  this  value  and  the  value  obtained  before  the  polarizing 
current  from  D  was  sent  in  must  be  the  measure  of-  the  polarization 
of  B.    We  can  transfer  the  connection  from  E,  shown  in  the  figure 
as  attached  to  B,to  A,  and  measure  its  polarization  in  like  manner. 

Decomposition  Potentials.      Suppose  we  have  two  indifferent 
electrodes  in  an  electrolyte  and  apply  a  low  potential.    A  galva- 
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nometer  in  the  circuit  shows  a  wide  deflection  when  the  contact 
is  made,  but  rapidly  comes  back  nearly,  but  not  quite,  to  its  zero 
point.  This  shows  that  the  polarization  in  the  cell  has  become 
nearly,  but  not  quite,  equal  to  the  impressed  e.m.f .  Repeat,  increas- 
ing this  impressed  e.m.f.  a  little  each  time.  We  shall  thus  be  able  to 
And  a  minimum  e.m.f.  at  which  the  deflection  of  the  galvanometer  is 
large  and  remains  large,  not  sinking  nearly  to  zero.  The  point  so 
determined  is  rather  definite.  If  impressed  e.m.f.  is  laid  off  on  the 
abscissa  against  galvanometer  deflections  on  the  ordinate,  the  curve 
so  obtained  shows  a  decided  upward  slant  at  the  point  in  question. 

We  believe  that  a  current  is  transported  through  a  solution  solely 
by  the  ions,  and  that  polarization  consists  in  a  banking  up  of  the 
ions  at  the  electrodes.  Then  the  minimiun  e.m.f.  at  which  the  gal- 
vanometer shows  a  constant  current  flowing  through  the  cell  must  be 
the  e.m.f.  required  to  force  the  ions  to  deposit  their  charges  on  the 
electrodes  and  become  electrically  neutral  substances.  It  must,  in 
short,  be  the  lowest  potential  adequate  to  produce  electrolysis.  This 
is  a  characteristic  quantity  for  different  electrolytes,  and,  for  obvious 
reasons,  is  called  the  decomposition  potential. 

The  following  table  gives  a  few  of  the  decomposition  values,  in 
volts,  for  the  electrolytes  named,  all  in  normal  solution,  as  determined 
by  Le  Blanc* 

ZnSOi : . .  2 .35  HNOi x  .69 

ZnBr, X  .80  H1PO4 x .  70 

NiSOi 2.09  HCl X  .31 

NiCl, 1 .  8s  NaOH i .  69 

Pb(NO,), 1.52  KOH 1.67 

AgNO, 0.70  NH4OH 1.74 

HaSO* 1.67 

The  decomposition  value  is  practically  the  same  for  all  acids  and 
bases.  This  is  because,  when  we  electrolyze  solutions  of  these  sub-' 
stances,  we  always  get  the  same  results;  hydrogen  is  given  off  at  the 
cathode  and  oxygen  at  the  anode.  So  we  are  really  measuring  the 
decomposition  value  of  water.  Some  acids  give  a  different  value,  as 
HCl  in  the  above  table.  But  when  we  electrolyze  this,  chlorine  is 
obtained  at  the  anode,  so  we  are  not  electrolyzing  water. 

These  values  are  dependent  upon  the  nature  of  the  electrode. 
For  example,  the  decomposition  voltage  of  1.67  for  water,  as  shown  in 

•  Zeilschr.  /.  phys,  Chem,,  8,  299-330  (1891). 
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the  above  table,  was  obtained  with  plain  platinum  electrodes.  If 
platinized  platinum  electrodes  are  used  the  decomposition  voltage  is 
1.22.  Other  metals  will  give  other  values.  Moreover,  the  decompo- 
sition voltage  is  dependent  upon  the  partial  pressure  of  the  gases  at 
the  electrodes,  becoming  less  the  lower  this  pressure,  as  is  evident 
from  the  formulations  we  have  developed.  This  maximum  value  of 
1.67  volts  corresponds  to  a  pressure  of  one  atmosphere  on  both 
hydrogen  and  oxygen.  If  the  partial  pressures  are  nearly  zero,  nearly 
zero  potential  will  electrolyze  minute  quantities  of  water.  Of  course 
much  cannot  be  so  electrolyzed  without  raising  the  gaseous  pressures. 
This  will  accoimt  for  the  small  "  residual  current "  proved  to  be 
present  by  the  fact  that  the  galvanometer  does  not  come  all  the  way 
back  to  zero,  though  the  e.m.f.  impressed  is  much  below  the  de- 
composition value,  and  though  we  wait  hours  or  even  days. 

Intensity  of  Fixation  of  the  Ions.  The  decomposition  value  is  the 
sum  of  two  quantities,  —  the  potential  required  to  force  the  cations  to 
give  up  their  charges  and  become  electrically  neutral  substances,  plus 
the  potential  required  to  force  the  anions  to  do  likewise.  If  we  knew 
this  potential  for  one  single  kind  of  ion,  we  could  at  once  determine 
it  for  each  and  all  other  kinds  of  ions.  But  we  do  not  We  arbi- 
trarily assume  that  it  requires  zero  potential  to  force  hydrogen  ions 
to  give  up  their  charges  and  become  electrically  neutral  molecules,  and 
with  this  as  a  starting  point  have  constructed  tables  which  give  what 
we  call  the  intensity  of  fixation  of  individual  kinds  of  ions.  The 
following  table  gives  the  intensities  of  fixation  of  the  ions  named,  in 
solutions  containing  "  normal  "  concentrations  of  these  ions** 

Mn +1075        Hg -0.748 

Zn -}-o.77o        ;Vg" —0.789 

Cd +0.421         I —0.520 

Fc +0-343        Br -0-993 

Tl +0.322        O -1.23 

Co +0.232        CI -1-353 

Xi +0.228        DH -1.68 

Pb +0.136        SO4 -1.9 

II zfco.ooo        HSO4 -2.6 

Cu -0.336 

The  +  sign  may  be  considered  as  indicating  a  tendency  to  go  into 
solution.     So,  zinc  haxing  the  value  +0.770,  we  must  apply  0.770 

*  Taken  from  N.  T.  M.  Wilsmore,  Zciischr.f.  phys.  Chcm.,  35,  291-332  (1900). 
The  values  for  the  anions,  beginning  v^ith  iodine,  are  taken  from  Nemst,  sixth  edi- 
tion, p.  ysQ. 


THE  INTENSITY  FACTOR  489 

volt  more  than  the  potential  of  hydrogen  to  cause  zmc  to  precipitate. 
The  —  sign  may  be  taken  as  indicating  a  tendency  to  come  out  of 
solution,  and  so,  copper  having  the  value  —0.336,  may  be  supposed 
to  require  no  external  potential  to  cause  its  deposition.  It  would  de- 
posit of  itself  if  not  held  back  by  the  other  oppositely  charged  ions. 

From  these  values  we  can,  of  course,  by  simple  summation,  obtain 
the  decomposition  values,  i.e.,  the  e.m.f.  required  to  electrolyze  a 
solution  containing  these  ions  at  normal  concentration.  For  example, 
the  e.m.f.  required  to  electrolyze  zinc  bromide  is  0.770  +  0.993,  ^^ 
1.763  volts;  the  e.m.f.  required  to  electrolyze  hydrochloric  add  in 
which  the  ions  are  at  normal  concentration  is  1.353  volts,  etc. 

We  can  also  use  these  values  to  calculate  the  e.m.f.  of  a  cell.  For 
instance,  in  the  Daniell  cell  we  have  Zn  dissolving  in  ZnS04  solution 
and  Cu  coming  out  of  a  CUSO4  solution.  If  the  ions  in  these  solutions 
are  at  normal  concentration,  we  shall  have  an  e.m.f.  of  0.770  +  0.336 
=  1. 106  volts. 

There  is  another  interesting  point  in  this  connection.  For  silver 
iodide  we  have  the  value  0.520  —  0.789  =  —0.269.  That  is,  we  do 
not  need  to  apply  a  potential  to  this  salt;  it  will  separate  of  itself, 
and  give  an  electromotive  force  of  0.269  1^  so  doing.  That  is,  it 
would  do  this  if  we  had  it  in  normal  concentration  of  the  ions.  But 
it  is  exceedingly  insoluble,  and  such  a  concentration  is  quite  impos- 
sible. It  is  probable  that  this  tendency  to  separate  and  come  out  of 
solution  is  closely  allied  with  the  solubility  of  the  substance.  But  it 
must  be  acknowledged  that  the  facts  are  often  not  in  accord  with  the 
deductions  made  from  this  premise. 

Application  of  These  Principles  to  Analysis.  The  study  of  these 
relations  is  of  importance  in  electrochemical  analysis.  It  is  usual 
to  lay  much  stress  on  the  current  density,  which  is  indeed  important 
as  determining  the  condition  of  the  deposit,  whether  coherent  and 
weighable,  or  pulverulent,  readily  detached  from  the  electrode,  and 
not  weighable.  But  more  important  even  than  this  is  the  judicious 
regulation  of  the  electromotive  force. 

Suppose  we  have  a  solution  containing  both  copper  and  cadmiimi. 
Apply  an  e.m.f.  greater  than  necessary  to  drive  out  the  copper  but 
not  great  enough  to  deposit  cadmium.  The  copper  will  precipitate 
quantitatively  and  when  it  has  all  come  out  the  current  will  almost 
cease  to  pass.  We  may  take  the  electrode  out  and  weigh  it,  thus  de- 
termining the  copper,  then  replace  it,  increase  the  e.m.f.,  and  precipi- 
tate the  cadmiimi  quantitatively.    Of  course  as  the  concentration  of 
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the  copper  becomes  less  the  potential  required  to  drive  it  out  be> 
comes  greater.     But  remember  that  the  potential  at  an  electrode, 

RT     P 
T,  =  — t;/»  — •    It  is  evident  that  great  diminution  in  the  concentra- 
nt     p 

tion  of  the  ion,  measured  by  p,  involves  a  relatively  small  increase 

in  the  potential,  t,  which  must  be  overcome. 

The  difference  in  intensity  of  fixation  of  metallic  ions  is  large 
enough  to  permit  us  to  apply  this  scheme  of  separation  in  many 
cases.  The  principle  is  at  the  basis  of  the  commercial  refining  of 
copper.  Masses  of  the  crude  copper  are  cast  and  made  the  anodes. 
Thin  sheets  of  pure  copper  are  used  as  cathodes  and  a  low  e.m.f.  is 
applied.  Silver,  gold,  and  platinum  do  not  dissolve,  but  fall  as  a 
sort  of  mud,  from  which  they  may  be  recovered.  Zinc  and  iron  go 
into  solution,  but  remain  there,  because  the  e.m.f.  is  not  allowed  to 
become  large  enough  to  precipitate  them. 

Illustration  of  the  Value  of  Theories.  Ordinarily  copper  is  in 
solution  as  CUSO4.  The  ion  is  bivalent  and  requires  2  X  96  5CX5 
coulombs  to  precipitate  63.6  grams.  In  Hopfner's  method  *  a  solution 
of  ferric  chloride  and  common  salt  is  used  as  the  electrolyte  and  the 
copper  dissolves  as  cuprous  chloride.  This  copper  ion  is  imivalent 
and  requires  only  96  500  coulombs  to  precipitate  63.6  grams. 

Relation  between  Chemical  Energy  and  Electrical  Energy. 
We  can  measure  chemical  energy  in  terms  of  heats  of  reaction.  One 
calorie  equals  42  660  g.-cm.,  or  4.183  X  10'  ergs.  The  unit  of  elec- 
trical energy  is  the  volt-coulomb,  or  joule,  and  this  is  equal  to  10^ 
ergs.  Thus  one  calorie  =  4.183  j.  The  heat  of  reaction,  JU,  is  the 
number  of  calories  evolved  or  absorbed  when  a  formula  weight  of  the 
substance  reacts.  Let  n  equal  the  valence  of  the  reacting  substance, 
that  is,  the  number  of  chemical  unit  quantities  involved.  In  any 
electrolytic  process  the  change  of  one  chemical  unit  quantity  is  ac- 
companied by  the  transference  of  96  500  coulombs  (one  Faraday, 
denoted  by  F).     Then,  if  in  any  process  the  chemical  energy  is  con- 

TJ 

verted  without  loss  to  electrical,  tF  =  4.183  — ,  where  t  is  the  e.m.f. 

ft 

in  volts. 

How  complete  the  conversion  actually  is  in  any  given  cell  may  be 
determined  with  ease.  Send  the  current  through  a  long  fine  wire 
immersed  in  a  calorimeter,  and  determine  the  heating  effect  in  calo- 

*  Zeiisckr.  /.  Angrwendte  Chemie,  1891,  p.  160.  A  good  description  may  be 
found  in  "  Practical  Electro-Chemistry  "  by  B.  Blount,  pp.  76-86.  The  process 
b  not  a  commercial  success  owing  to  serious  mechanical  difficulties. 
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ries.*  Compare  this  with  the  algebraic  sum  of  the  heats  of  reaction 
in  the  cell  and  if  these  quantities  are  equal  the  conversion  is  complete. 
This  condition  is  very  nearly  exactly  realized  by  the  Daniell  cell, 
which  it  will  be  remembered  was  dted  as  typical  of  the  "  reversible  " 
class.  In  this  cell  zinc  dissolves  and  forms  a  solution  of  ZnS04.  The 
heat  of  formation  of  this  solution  from  Zn  +  O  +  SOa+Aq  =  106  090 
cal.  Copper  comes  out  of  a  solution  of  CUSO4.  The  heat  of  forma- 
tion of  a  solution  of  CUSO4  from  Cu  +  O  +  SOa  +  Aq  =  55  960  cal. 
As  this  latter  reaction  occurs  in  the  opposite  way,  we  must  subtract 
the  heat  of  formation  of  CUSO4,  Aq.  from  that  of  ZnS04,  Aq.  to  find 
the  available  heat  of  the  cell  in  action.  We  thus  have  50  130  cal., 
which  may  be  converted  to  electrical  energy.  The  valence  is  2,  so 
n  =  2.    Substituting  these  values  in  our  equation,  we  have 

4.183x50130  „,      , 

96  500  X  2 

This  is  almost  exactly  the  e.m.f.  of  the  Daniell  cell  when  directly 
measured. 

The  Temperature  Coefficient.  We  may  secure  an  exceedingly 
interesting  and  significant  formula  by  following  through  a  cyclical 
process  such  as  was  first  considered  in  Chapter  XXII.  Suppose  we 
have  a  reversible  cell  with  an  e.m.f.  of  t  volts  inmiersed  in  a  large 
reservoir  which  we  shall  call  niunber  one,  at  the  temperature  T. 
Let  F  represent  Faraday's  constant,  and  n  represent  the  valence  of 
the  metal  electrode.  Now  send  a  quantity  of  electricity  nF  through 
the  cell.  The  total  electrical  energy  is  then  nFir,  If  it  is  all  con- 
verted quantitatively  to  chemical  energy,  there  is  no  heat  effect. 
But  suppose  the  electrical  energy  to  be  a  little  in  excess  of  the  chemical 
as  measured  by  the  heats  of  reaction.  This  excess  will  become  heat, 
and  let  us  say  that  in  this  way  a  quantity  of  heat,  IF,  is  given  to  the 
reservoir. 

Now  transfer  the  cell  to  a  second  large  reservoir,  number  two, 
which  is  at  the  temperature  T+  dT,  If  K  be  the  heat  capacity  of  the 
cell,  it  will  take  up  a  quantity  of  heat  KdT,  and  we  shall  assume  that 
its  electromotive  force  has  increased  by  an  amount  dw  and  has  become 
T  -{-  dir, 

*  CE  ■>  total  electrical  energy,  and  the  heating  effect  in  a  resbtance  wire  is 

proportional  to  it.    ^  ^  p'    Therefore  E  =  CR.    Substitute  this  value  for  E 

and  we  have  C*Ry  or,  the  heating  effect  varies  directly  with  the  resistance,  and 
directly  with  the  square  of  the  current  (amperes). 
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Now  cause  the  cell  to  give  out  the  quantity  nF  coulombs.  It  does 
this  with  the  intensity  v  +  (fir,  and  so  the  total  energy  obtained  is 
equal  to  nF(7r  +  dir),  and  at  the  end  of  the  process  the  cell  is  in  its 
original  condition  chemically.  During  this  reverse  process  the  cell 
has  taken  up  from  reservoir  nimiber  two  a  quantity  of  heat,  W,  the 
same  which  it  gave  to  reservoir  number  one.  Now  put  it  back  in 
reservoir  nimiber  one,  where  it  will  give  up  the  quantity  of  heat  KdT 
and  will  be  exactly  where  it  started,  having  completed  a  cycle. 

The  whole  process  amoimts  to  the  transference  of  a  quantity  of 
heat,  Wy  from  the  temperature  T+  dT  to  the  temperature  T.  KdT 
is  negligibly  small  in  comparison  with  W, 

We  learned  in  Chapter  XXII  that  in  such  cyclical  processes  the 
maximum  amoimt  of  heat  which  we  can  get  converted  into  work 

(dQ)  is  given  by  the  expression  dQ  =  Q—y  where  Q  is  the  total  heat 

transferred  and  dT  is  the  difference  in  temperature  between  the  two 
reservoirs.  The  electrical  work  which  we  gained  in  our  process  is  the 
difference  between  the  two  total  electrical  energies,  or 

fiFiv  +  dir)  —  nFir, 

This  equals  nFdir.    The  total  heat  transferred  was  W.    Substituting 

dT 
these  values,  we  have  uFdw  =W  —  -    Transposing,  we  have 

dir        W 


dT      nFT 

The  amount  of  heat,  W,  which  reservoir  number  two  had  to  supply 
is  equal  to  the  electrical  energy  given  by  the  cell  less  the  heat  of  the 
reaction  (H).    Then   W  =  nFir  —  H,    Substituting  this  value,   we 

,  dir      fiFir  —  H      ^,  .    .     ,  H       ^  dir        ^ 

have  ^1=,  =  =:;=; —     Inis  is  the  same  asir  =  -^  +  T-p=,i  a  formula 

al  nt  1  nt         al 

dir 
known  as  Helmholtz's  equation.    -7:=,  expressing  the  change  in  e.m.f. 

with  change  in  temperature,  is  the  temperature  coefficient  of  the  cell. 

If  the  temperature  coefficient  of  a  cell  is  zero,  if  its  e.m.f.  is  not 

altered  by  altering  its  temperature,  the  second  term  of  Helmholtz's 

equation  becomes  equal  to  zero,  and  we  have  t  =  — =  (multiplied  by 

ftr 

the  factor  4.183  to  convert  calories  to  joules,  of  course).  This  is  the 
formula  we  used  in  calculating  the  e.m.f.  of  a  Daniell  cell,  and  the 
calculated  results  agreed  well  ^^^th  the  results  of  experiments.  This 
indicates  that  the  temperature  coefficient  of  the  Daniell  cell  is  very 
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nearly  zero,  and  this  also  has  been  found  by  experiment  to  be  the 
fact. 

If  the  e.in.f.  of  a  cell  decreases  as  the  temperature  is  raised,  -^  is 

d-K      W 
aminusquantity.    -™  =  -=  and  so  W  must  also  be  a  minus  quantity. 

W  =  uFt  —  Ey  and  therefore  E  must  be  greater  than  nFr.    Trans- 
lated into  words,  this  means  the  heat  of  the  reaction  must  be  more 
than  equivalent  to  the  electrical  energy;  that  is,  the  cell  must  grow 
warmer  when  it  works. 
Suppose  the  e.m.f.  of  the  cell  increases  with  the  temperature. 

dir 
Then  ^  is  positive,  W  must  be  positive,  hFt  must  be  greater  than 

Ey  and  we  must  get  more  electrical  energy  than  is  equivalent  to  the 
heat  of  the  reaction.    This  cell  must  cool  oflF  when  it  works. 

Such  a  cell  thus  delivers  useful  work  at  the  expense  of  its  own  in- 
ternal energy  and,  cooling  off,  must  take  up  heat  from  the  surround- 
ings. This  is  not  to  be  considered  as  an  exception  to  the  second  law 
of  thermodynamics  because  the  process  is  not  reversible.  To  bring 
the  cell  back  to  its  original  condition  we  must  give  it  electrical  energy 
enough  to  reverse  the  chemical  reaction,  and  we  cannot  do  this  with- 
out simultaneously  heating  it,  and  causing  it  to  return  to  the  sur- 
roundings all  the  heat  it  took  up. 

Ostwald  made  an  interesting  deduction  from  the  foregoing  con- 
siderations. If  the  temperature  coefficient  of  a  cell  is  a  minus  quan- 
tity, then  by  raising  the  temperature  sufficiently,  the  e.m.f  of  the 
cell  may  be  made  to  pass  through  zero,  after  which  the  poles  will  be 
reversed.    Furthermore,  the  higher  the  temperature,  the  greater  the 

value  of  the  term  ^>  imtil  it  may  grow  very  great  in  comparison 

E 
with  the  purely  chemical  term  — =;•     In  other  words,  the  chemical 

process  may  become,  as  it  were,  a  side  issue.  Practically  all  the  heat 
furnished  such  a  cell  at  constant  temperature  from  outside  would  be 
converted  with  small  loss  to  electrical  energy.  We  know  no  such 
cell.  It  may  be  considered  as  the  element  of  the  future,  the  long- 
sought  device  to  convert  heat  directly  into  electrical  energy  on  a 
large  scale.* 

^  This  will  tnfalUbly  call  to  mind  "thermoelements.  **  The  e.m.f.  obtained  upon 
heating  the  junction  of  two  metals  is  so  small  we  have  not  yet  succeeded  in  develop- 
ing it  into  a  practical  source  of  current. 
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It  will  be  well  to  remind  the  reader  that  these  formulae  we  have 
been  discussing  apply  only  to  reversible  cells.  But,  after  all,  every 
cell  is  reversible  to  some  extent  at  least,  as  is  proved  by  the  fact 
that  alternating  currents  show  no  deviation  from  Ohm's  law  in  p>ass- 
ing  through  them. 

Storage  Cells.  Storage  cells  are  indispensable  in  the  laboratory, 
and  evidently  destined  to  be  more  and  more  widely  used  at  telephone 
and  telegraph  stations,  at  lighting  stations  to  equalize  loads,  and  on 
automobiles.  It  therefore  seems  desirable  to  devote  a  few  pages  to 
their  consideration  in  some  detail.  Any  reversible  element  is  a 
storage  cell,  or  accumulator,  as  it  is  often  called;  for  it  stores  up  or 
accumulates  the  electrical  energy  sent  into  it  in  the  form  of  chemical 
energy,  and  will  give  it  back  when  the  process  is  reversed.  For  ex- 
ample, the  Daniell  cell  is  a  storage  battery,  but  for  various  reasons  it 
is  not  used  in  that  capacity. 

Counting  all  the  different  modifications  of  electrolyte  and  elec- 
trodes, it  is  safe  to  say  there  are  several  hundred  different  combina- 
tions which  have  been  tried  and  have  been  found  to  be  moderately 
satisfactory.* 

The  Lead-Sulphuric  Acid  Cell.  Curiously  enough,  only  two  of 
these  possibilities  have  been  found  practically  useful,  and  of  these 
two  the  lead-sulphuric  add  cell  is  the  better  known,  and  the  only  one 
thoroughly  tried  out  under  all  conditions  of  actual  service. 

Gaston  Plante,  in  1859,  immersed  two  lead  electrodes  in  dilute 
sulphuric  acid  and  sent  a  current  through.  At  first  hydrogen  goes 
off  as  a  gas  at  the  cathode,  while  a  portion  of  the  anode  is  oxidized  to 
PbOj.  If  now  the  current  is  sent  through  in  the  opposite  direction, 
the  hydrogen,  instead  of  being  evolved  as  a  gas,  reduces  the  PbOj  to  a 
spongy  form  of  lead,  and  Pb02  is  produced  at  the  other  electrode. 
The  more  often  this  alternation  is  carried  out  the  greater  the  quantity 
of  spongy  lead  and  of  PbOj  produced  at  the  end  of  a  "  charge." 
This  is  known  as  Planters  method  of  "  forming ''  the  electrodes.  It 
must  be  done  slowly  and  requires  about  three  months  to  produce  a 
good,  useful  cell.  At  the  end,  however,  we  have  the  most  efficient 
storage  cell  of  which  we  know,  consisting  of  one  electrode  of  spongy 
lead  and  one  of  Pb02,  both  in  dilute  H2SO4. 

Many  ingenious  plans  have  been  tried  for  diminishing  the  time  re- 

•  For  a  thorough  survey  of  the  subject  see  "  Die  Akkumulatoren  fiir  Elektri- 
dtat,"  by  E.  Hoppe,  third  edition,  425  pp.  (1898);  and  "Die  Theorie  des  Bleiac* 
cumulators, "  by  F.  Dolezaiek,  122  pp.  (1901). 
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quired  for  "forming"  the  plates.  The  general  principle  is  always 
the  same.  Grooves  are  cut,  or  holes  are  bored,  in  lead  plates,  and 
these  grooves  or  holes  are  mechanically  fdled  with  some  compound  of 
lead  which,  upon  electrolysis  in  sulphuric  acid,  will  give  spongy  lead 
at  one  electrode  and  lead  peroxide  at  the  other. 

The  names  under  which  cells  are  marketed  are  sometimes  mis- 
leading, perhaps  intentionally  so,  to  produce  the  impression  on  the 
purchaser  that  some  fundamentally  new  principle  has  been  dis- 
covered. For  instance,  the  so-called  "chloride"  cell  contains  no 
chlorine.  Lead  chloride  is  used  in  filling  up  the  leaden  framework  in 
the  first  place,  but  it  is  converted  to  spongy  lead  and  lead  peroxide 
before  it  is  ready  for  the  market.  We  cannot  spend  time  upon  de- 
tails of  manufacture,  and  it  will  be  sufficient  to  repeat  that  differ- 
ences of  name  refer  without  exception  to  these  details,  and  every 
lead  storage  cell  is  like  every  other,  in  that  it  consists  of  electrodes 
of  spongy  lead  and  lead  peroxide  immersed  in  dilute  sulphuric  add. 
The  cell  may  consist  of  a  nimiber  of  plates,  if  it  is  desired  to  increase 
its  capacity.  On  the  outside  is  a  gray,  spongy  lead  plate,  next  a 
brown  peroxide  plate,  next  a  gray,  spongy  lead  plate,  and  so  on. 
But  there  is  always  one  more  spongy  lead  plate  than  peroxide  plates. 

All  the  peroxide  plates  are  connected  together,  and,  since  the  plus 
current  comes  out  of  this  wire,  when  the  cell  is  delivering  current, 
these  are  called  the  positive  plates.  All  the  spongy  lead  plates  are 
connected  together,  and  this  connection  being  the  negative  terminal 
when  the  cell  is  discharging,  these  are  called  the  negative  plates. 

The  filling  material  is  called  the  active  mass,  and  even  in  the  best 
of  cells,  and  with  the  best  of  care,  portions  of  it  become  loosened  and 
fall.  This  would  short-circuit  the  cell  and  quickly  ruin  it  if  the  plates 
reached  to  the  bottom.  On  this  accoimt  the  plates  are  suspended 
from  the  top,  in  the  jar  containing  the  add,  and  are  kept  separate  by 
rods  or  rings  of  hard  rubber. 

This  gradual  loss  of  active  mass  is  not  so  serious  as  one  might 
imagine,  because  the  repeated  charging  and  discharging  the  cell  re- 
cdves  in  use  amount  to  the  Plants  method  of  "  forming."  More  and 
more  of  the  lead  framework  thus  becomes  "  active  mass  "  replacing 
the  loss.  Indeed,  it  is  not  unusual  to  find  a  cell  has  improved  after 
use. 

When  the  cell  delivers  a  cxirrent,  the  spongy  lead  and  the  lead 
peroxide  are  both  converted  to  lead  sulphate.  We  may  write: 
Pb  +  2  HjS04  +  Pb02  =  2  PbS04  +  2  HiO,  and  we  may  write  the 
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reverse  reaction  for  the  occurrences  when  charging.  The  sulphuric 
acid  is  thus  used  up  during  the  discharge  and  recovered  on  the  charge. 
One  way  to  estimate  how  far  a  cell  is  discharged  is  by  determining 
the  specific  gravity  of  the  electrolyte.  This  is  evidently  greatest 
when  the  cell  is  fully  charged  and  least  when  fully  discharged. 

The  e.m.f .  of  the  cell  is  a  function  of  the  concentration  of  the  add, 
and  the  following  table  shows  this  relation: 


Specific  grav- 
ity of  acid. 

Per  cent  H,SO«           e.m.f. 

1.496 

1. 415 
1.279 

1. 140 

1.028 

58.37 

50.73 
35.82 

19.07 
3  91 

2.27 
2.18 
2.05 

1-93 
1.83 

The  best  results  are  obtained  with  plenty  of  add  of  sp.  gr.  1.180 
to  1.200  in  the  fully  chaiged  cell,  but  greater  concentrations  are  some- 
times recommended. 

Immediately  after  charging,  the  e.m.f.  is  high,  perhaps  24  volts, 
but  it  sinks  rapidly  to  nearly  2  volts.  Here  it  remains  very  con- 
stant for  a  long  while,  which  is  one  of  the  great  advantages  of  the 
cell.  Then  it  falls  slowly  to  1.8  or  1.7  volts,  after  which  the  drop 
is  rather  rapid  to  zero. 

The  explanation  of  this  beha\ior  is  as  follows:  The  cell  is  charged 
until  gases  are  given  off.  Hydrogen  and  oxygen  are  then  absorbed 
and  cling  to  the  electrodes,  and  it  is  these  which  cause  this  very  high 
potential.  As  soon  as  they  are  used  up,  we  have  the  reaction  of  the 
cell  proper,  with  its  corresponding  electromotive  force  of  2  vclts, 
until  the  active  material  is  gone. 

In  order  that  the  electromotive  force  may  be  constant,  we  must 
have  plenty  of  sulphuric  add,  for  this  is  used  in  the  discharge,  and  if 
there  is  only  just  enough  for  the  purpose,  the  concentration  of  the 
add  falls  too  rapidly,  and  this  is  accomj>anied  by  a  fall  of  potential, 
as  indicated  in  the  table.  The  least  allowable  quantity  is  25  cm.'  of 
sulphuric  add  of  a  spedfic  gradty  of  1.15  per  ampere-hour. 

Amount  of  Material  Used  in  the  Storage  CelL  The  anniunt 
of  material  requisite  in  a  storage  cell  is  readily  calculated  from  the 
reaction  \dth  the  aid  of  Faraday's  constant  For  i  ampere-hoiir 
we  must  have  3.87  grams  of  lead  sponge,  4.47  grams  of  lead  pooxide, 
3.07  grams  of  sulphuric  acid,  corresponding  to  about  iS  grams  of  sul- 


THE  INTENSITY  FACTOR 


497 


phuric  add  of  specific  gravity  1.15.  As  a  result  of  the  reactions  for 
I  ampere-hour,  we  obtained  11.31  grams  of  lead  sulphate.  Some 
sulphuric  add  must  be  left  in  order  that  the  liquid  shall  conduct. 

The  Efficiency  of  Storage  Batteries.  The  amount  of  energy 
which  we  can  recover  again  from  a  storage  battery  may  be  measured 
in  two  ways,  dther  as  ampere-hours,  or  as  volt-ampere-hours.  If  we 
use  ampere-hours,  we  are  dealing  with  the  capadty  factor,  the  quan- 
tity, alone.  If  we  wish  to  know  the  total  energy,  we  must  use  volt- 
ampere-hours  (watt-hours),  and  this  is  the  only  true  test  of  the 
effidency  of  a  storage  battery.  By  the  ampere-hour  test  the  cells 
make  a  good  showing.  In  the  discharge,  we  get  back  between  90 
and  96  out  of  every  hundred  ampere-hours  put  in.  In  other  words, 
the  "  eflSdency  "  is  between  90  and  96  per  cent.  But  if  we  use  the 
true  test,  the  volt-ampere-hours,  the  results  are  not  so  good.  The 
**  eflSdency  "  is  between  76  and  88  per  cent.  The  cause  of  the  differ- 
ence is  perfectly  obvious.  The  voltage  of  the  charging  current  is, 
and  necessarily  must  be,  a  little  higher  than  the  voltage  of  the  cell. 
The  following  table  gives  a  typical  set  of  measurements  upon  a  stor- 
age cell,  charging  and  discharging. 


Charging  time,  9.2  hours. 
Average  amperes,  2.4. 
Average  voltage,  2.16. 

Discharging  time,  4.6  hours. 
Average  amperes,  4.5. 
Average  voltage,  1.98. 


Ampere-hours. 


9.2X2.4 
=  22.08 


4.6X4.5 
=520.70 

or  93 . 7  per  cent 


Watt-honrs. 


9.2X2.4X2.16 
-47.68 


4  6X4. 5X1. 9S 
«40.99 

or  85 . 9  per  cent 


The  eflidency  is  also  in  a  great  degree  dependent  on  the  rate  at 
which  the  current  is  taken  off.  Suppose  we  take  off  a  large  current 
rapidly;  the  reaction  must  keep  pace.  But  the  active  mass  and  the 
add  in  inunediate  contact  may  get  used  up  and  the  reaction  cannot 
proceed  until  more  add  has,  by  diffusion,  come  in  contact  with  more 
active  mass.    Diffusion  is  rather  slow. 

To  give  time  for  diffusion  the  following  rules  are  useful:  The 
charging  current  should  be  so  regulated  that  it  will  give  the  cell  its 
whole  charge  in  not  less  than  5  hours.  A  good  average  rate  is 
one  that  will  chaige  the  cell  in  10  hours.  The  discharging  current 
should  empty  the  cell  to  1.8  volts  in  not  less  than  4  hours.  The 
best  rate  of  discharge  is  one  that  requires  8  hours.    Experience  has 
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demonstrated  that  it  is  possible  to  discha]::ge  storage  batteries  faster 
than  we  can  charge  them.    There  is  no  theoretical  explanation  for  this. 

Cells  are  advertised  and  sold  by  guaranteed  ampere-hour  capacities. 
Suppose  a  cell  has  a  capacity  of  20  ampere-hours.  A  2.5-ampere 
current  will  give  it  its  full  chaige  in  8  hours  and  is  a  suitable 
charging  current.  Five  amperes  is  the  maximum  to  take  from  such 
a  cell.  Contrary  to  the  general  idea,  it  does  not  damage  a  cell  to 
overtax  it  for  a  brief  time.  It  is  a  waste  of  energy,  for  then  we  get 
back  only  a  small  per  cent  of  what  we  put  in;  but  this  overtaxing 
must  last  only  for  a  short  time. 

The  lead  sulphate  which  forms  when  a  cell  is  discharged  is  not  the 
ordinary  white  crystalline  variety.  It  is  diflFerent,  and  we  do  not 
know  very  well  wherein  the  difference  lies,  but  we  do  know  the  variety 
formed  is  readily  reduced  to  lead  at  one  electrode  and  oxidized  to 
lead  peroxide  at  the  other,  while  the  crystalline  substance  is  not.  If 
the  lead  sulphate  becomes  crystalline,  the  cell  is  damaged;  it  is  said 
to  be  "  sulphated."  If  this  "  sulphating  "  has  not  gone  too  far,  a 
long,  slow  chaige  will  rectify  the  trouble. 

Three  Ways  to  Damage  a  Storage  Cell.  If  a  cell  is  exhausted 
until  it  shows  an  e.m.f.  of  1.7  volts  or  less,  it  appears  that  crystalline 
PbS04  forms  readily  in  the  interior  of  the  plates,  between  the  active 
mass  and  the  framework.  As  crystalline  PbS04  is  an  exceedingly 
poor  conductor,  the  contact  is  destroyed  just  there,  and  it  is  next  to 
impossible  to  oxidize  it  or  reduce  it  again.  Its  formation  is  ac- 
companied by  an  increase  of  volume,  and  this  pries  loose  the  active 
mass,  thus  reducing  the  capacity  of  the  cell  almost  indefinitely. 

If  impure  sulphuric  add  is  used,  foreign  metals  will  deposit  on  the 
plates  and  set  up  local  electrolytic  actions  which  do  serious  damage. 
It  is  very  easy  to  purify  the  acid.  Dilute  it;  run  in  H2S;  filter  off 
the  precipitate;  drive  off  excess  H2S  by  boiling.  Small  amoimts  of 
HiS  left  in  the  add  do  no  harm,  and,  moreover,  are  soon  destroyed  in 
the  course  of  charging  and  discharging.  We  can  detect  the  presence 
of  impurities  in  the  add  from  the  appearance  of  the  minus  plates. 
If  impurities  are  present  they  become  dark  gray  or  dirty  gray  instead 
of  silver  gray,  as  they  should  be.  If  the  damage  has  gone  far  there 
is  no  remedy,  and  new  negative  plates  must  be  secured. 

A  third  quick  way  to  ruin  a  storage  cell  is  to  short-drcuit  it  or 
othenWse  draw  off  too  large  a  current  for  a  time.  (For  instance, 
connect  it  wrong  end  to  for  charging.)  The  unduly  rapid  reactions 
pnxreed  faster  in  some  phces  than  others,  and,  being  accompaoied 
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by  volume  changes,  loosen  the  active  mass  and  even  bend  the  heavy 
framework.  An  exceedingly  brief  short  circuit  will  do  no  perceptible 
harm.  Remembering  how  the  deterioration  is  produced,  one  can 
easOy  realize  it  is  directly  proportional  to  the  duration  of  the  short 
circuit. 

Cells  at  rest  gradually  discharge.  There  are  two  reasons  for  this. 
First,  the  insulation  is  never  perfect.  The  edge  of  the  glass  is  wet 
with  dilute  sulphuric  add,  this  conducts,  and  a  small  current  is  thus 
always  passing.  Secondly,  the  oxygen  of  the  air  dissolves,  and 
sulphuric  add  containing  oxygen  converts  the  minus  plate  to  lead 
sulphate  without  a  current  It  usually  takes  months,  though,  to 
produce  much  effect  in  this  way.  The  lead  sulphate  normally  present 
in  the  cell  is  probably  an  allotropic  modification  of  the  more  familiar 
variety.  It  may  change  over  in  the  course  of  time.  For  all  these 
reasons,  cells  should  not  be  left  standing  unless  fully  charged,  and 
when  not  in  use  they  should  be  discharged  and  recharged  every  two 
or  three  months. 

Joining  Cells  for  Use.  Having  a  number  of  cells,  we  may  join 
them  in  series  and  obtain  a  voltage  the  sum  of  all  the  cells.  But  then 
we  must  keep  the  amperage  down  to  the  maximum  of  one  cell.  We 
may  join  them  in  parallel,  obtaining  the  voltage  of  one  cell,  but  then 
we  may  take  off  an  amperage  equal  to  the  sum  of  the  capadties. 

Horse  Power  of  Cells.  One  horse  power  equals  746  watts. 
Assume  that  we  have  a  battery  of  5  cells,  each  of  80  ampere-hours' 
capadty'  joined  in  series.  The  e.m.f.  is  then  10  volts,  and  if  we 
discharge  at  a  lo-ampere  rate  we  are  drawing  off  100  watts.  This 
gives  us  jii  horse  power,  or  about  |  of  a  horse  power  for  8 
hours. 

It  is  very  unfortimate  that  for  a  given  capadty  these  cells  wdgh  so 
much.  While  there  is  some  difference  between  makes,  it  is  a  fair 
average  to  say  that  an  80  ampere-hour  cell  of  the  laboratory  type 
weighs  about  12  kilos.  Since  the  e.m.f.  is  2,  this  cell  will  give  160 
watt-hours,  or  13.3+  watt-hours  per  kilogram.  In  the  portable  type, 
as  used  in  electric  automobiles,  hard  rubber  is  used  in  place  of  glass, 
and  the  wdght  is  somewhat  reduced,  but  not  much,  for  we  always 
have  to  have  such  a  large  excess  of  add  and  of  lead,  which  take  no 
part  in  the  actual  reactions. 

The  Temperature  Coefficient  of  Storage  Cells.  For  a  time  it 
was  supposed  that  the  temperature  coeffident  of  a  storage  ceU  was 
equal  to  zero.    This  would  indicate  that  all  the  chemical  energy  was 
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converted  without  loss  to  electrical  energy.    But  recent  careful  itt- 

vestigations  have  shown  that  there  is  a  temperature  coefficient,  and 

that  it  is,  with  most  add  concentrations,  plus.*    In  the  formula 

H  dir     dnr 

«•  =  -=+  r-77f;»  ^  then  has  a  plus  value.    The  electrical  energy 

must  slightly  exceed  the  chemical,  and  the  cell  must  cool  a  little  as  it 
discharges. 

The  suggestion  has  been  made  that  we  might  construct  the  follow- 
ing machine:  Have  cell  A  warm  and  cell  B  cold.  A  then  has  a 
higher  e.m.f.  than  By  and  if  the  two  are  connected  A  will  charge  B 
and  will  give  it  slightly  more  chaige  than  it  had  itself,  at  the  cost  of 
the  heat  of  the  surroundings.  Now  change  their  positions  and  per- 
mit B  to  chaige  A  and  make  an  additional  gain.  Such  a  machine 
would  convert  heat  directly  into  electrical  energy,  a  much-desired 
arrangement.    The  difficulties  are  great  and  the  device  not  practical.t 

The  Nickel-Iron-Alkali  Cell.  The  only  really  different  storage 
cell  which  has  been  perfected  until  practical  is  that  generally  known 
as  the  Edison  cell.  The  negative  plate  is  a  nickel-plated  grid  with 
flat  rectangular  pockets  containing  finely  divided  iron.  The  positive 
plate  is  another  nickel-plated  framework  holding  together  many 
perforated  tubes,  about  the  diameter  of  a  lead  pencil  and  half  its 
length.  These  tubes  are  packed  with  peroxide  of»  nickel,  NiQi,  and 
also  contain  electrolytically  prepared  flakes  of  pure  nickel  to  increase 
the  conductance.  The  electrolyte  is  a  20  per  cent  solution  of  potas- 
sium hydroxide. 

Exactly  what  the  chemical  changes  are  in  this  cell  cannot  be  con- 
sidered as  definitely  settled.  The  iron  is  oxidized,  probably  in  part 
to  one  stage,  in  part  to  another,  with  the  formation  of  corresponding 
hydroxides.  The  nickel  peroxide  is  reduced,  and  this  also  probably 
occurs  with  the  formation  of  several  different  hydroxides.  Water 
actually  enters  into  the  reaction,  being  used  up  as  the  cell  dis- 
charges, and  again  formed  when  the  cell  is  charged.  In  one  experi- 
ment one  liter  of  solution  became  950  cm.^  after  the  discharge. 

The  following  table  contains  data  upon  this  cell:  { 

*  F.  Dolezalek,  Zeitschr.f.  Eleklrochem.,  6,  517-519  (1900).  If  the  add  b  less 
than  0.0005  normal  the  coefficient  is  minus. 

t  The  reader  must  realize  this  could  not  by  any  chance  be  a  ''perpetual  motioQ" 
machine.  Heat  is  transferred  from  a  higher  to  a  lower  temperature,  and  wherever 
this  happens  we  can  get  some  work  done,  the  maximum  being  the  "economic 
coefficient"  defined  in  Chapter  XXII. 

X  Electrical  World,  55,  175-177  (iQio)- 
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TypeA-4. 

Type  A-6. 

Rated  outout  in  ampere-hours 

150 

1.2 

30 
30.8 

22^ 

Averac^e  discharcre  voltac^e  oer  cell 

1 .2 

Normal  rates  of  charge  and  discharge,  amperes. . 

Efficiency,  60  to  65  per  cent. 
Watt-hours  per  kilocram  of  cell 

45 
35.2 

OQ  '  " 

According  to  these  figures  a  battery  of  Edison  cells  is  much  lighter 
than  a  battery  of  lead  cells  for  a  given  horse  power,  but  it  is  more 
wasteful  of  charging  current.  The  claim  is  made  that  it  is  more 
durable,  and  that  short-circuiting  does  not  hurt  it.  On  the  other 
hand,  as  chemists  well  know,  the  handling  of  alkahes  is  fraught  with 
more  possibilities  of  disagreeable  incidents  than  the  handling  of  adds. 
Potassium  hydroxide  takes  up  carbon  dioxide  from  the  air  to  form 
carbonate,  and  must  be  renewed  occasionally,  or  the  cell  must  be 
closed  almost  air-tight.  The  e.m.f.  of  the  lead  cell  is  very  constant, 
that  of  the  Edison  cell  is  not,  and  is  lower,  therefore  the  latter  will 
hardly  replace  the  former  in  laboratories  or  for  stationary  batteries. 


CHAPTER  XXX 
ACTmOCHEMISTRY 

Radiant  energy  has  been  subdivided  for  purposes  of  study  into 
heat,  electricity,  and  light.  All  three  travel  through  space,  contain- 
ing no  other  form  of  energy  known  to  us,  at  the  same  rate  (300,000 
kilometers  a  second),  and  the  only  difference  we  have  succeeded  in 
establishing  between  them  is  one  of  wave  length.  These  wave 
lengths  were  given  in  the  form  of  a  chart  in  Chapter  VIII,  and  from 
this  it  is  evident  enough  that  our  subdivision  is  arbitrary. 

We  know  very  little  regarding  radiant  energy  as  such,  and  cannot 
even  divide  it  into  an  intensity  and  a  capacity  factor.  As  was  brought 
out  in  earlier  chapters,  we  incline  to  attribute  to  it  an  "  atomistic  " 
or  granular  structure,  and  think  of  it  as  electrons  in  motion.  We 
may  paraphrase  the  quotation  from  Kekule  in  Chapter  V  and  say, 
"  Whether  radiant  energy  be  electrons  or  not,  this  much  is  certain, 
that,  granting  it  to  be  electrons,  it  would  appear  as  it  now  does." 

Depending  upon  the  wave  length,  radiant  energy  produces  differ- 
ent effects.  It  is  these  effects  we  measure  and  which  really  are  at 
the  basis  of  our  classification.  Having  treated  of  thermochemistry 
and  of  electrochemistry,  it  remains  to  consider  the  transformations  of 
chemical  energy  on  the  one  hand,  and  that  portion  of  radiant  energy 
called  light,  on  the  other.  But  the  rays  which  are  most  effective 
chemically,  the  so-called  actinic  rays,  are  of  such  short  wave  lengths 
they  do  not  affect  the  retina  of  the  eye,  and  so  we  talk  of  invisible 
light, — a  clever  paradox,  useful  to  stimulate  the  curiosity  of  beginners. 
Once  more  we  see  how  the  old-time  boundaries  are  broken  down  and 
how  impossible  it  is  to  definitely  delimit  any  branch  of  science. 

Much  has  been  said  in  preNious  chapters  concerning  light,  and 
need  not  be  repeated.  In  this  chapter  we  shall  consider  a  few  impor- 
tant topics  not  yet  discussed.  The  subject  is  usually  called  photo- 
chemistr>%  but  that  term  is  also  used  to  denote  the  art  of  photography, 
which  comprises  only  highly  specialized  applications  of  a  few  of  the 
important  facts,  and  so  the  title  "  actinochemistry  ''  is  preferable. 

First,  let  us  dispose  of  a  dream  which  has  been  entertained  by 
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some.  We  can  bring  the  rays  of  the  sun  to  a  focus  by  means  of  a 
"  burning  glass  "  and  set  fire  to  objects.  It  might  appear  possible, 
by  some  system  of  lenses,  to  bring  radiant  energy  to  a  focus  in  such 
a  way  that  this  focus  should  have  a  higher  temperature  than  the 
source.  This  would  be  raising  heat  to  a  higher  temperature  without 
expending  energy  upon*  it,  and  could  be  made  into  a  "  perpetual 
motion  "  machine.  The  second  law  of  thermodynamics  tells  us  this 
is  impossible. 

Radiant  energy  impinging  on  an  object  is  in  part  reflected,  in  part 
absorbed  and  converted  to  other  forms,  and  part  may  pass  through 
imaltered.  It  exerts  a  pressure,  as  has  at  last  been  definitely  proved. 
This  pressure  is  a  small  quantity;  the  pressure  of  the  radiations  from 
the  sun  on  the  earth  is  equivalent  to  the  pressure  of  a  colunm  of 
water  two-millionths  of  a  millimeter  high.  This  is  an  entirely  negli- 
gible quantity  in  all  our  measurements.  But  on  an  exceedingly 
small,  light  object — for  instance,  molecules  of  a  highly  rarefied  gas — 
it  may  not  be  negligible.* 

The  processes  upon  earth  are  all  accompanied  by  a  loss  of  free 
energy,  and  our  planet  would  quickly  become  uninhabitable  were  it 
not  for  the  new  supply  of  free  energy  constantly  being  received  from 
the  sun.  Our  earth  intercepts  but  a  small  fraction  of  the  sun's  whole 
radiation,  and  but  a  small  fraction  of  this  ever  becomes  available  for 
us.  Most  of  it  goes  to  maintain  the  average  temperature  of  the 
earth's  crust,  counterbalancing  the  earth's  radiation  into  space. 

It  has  been  estimated  by  LeChatelierf  that  the  radiant  energy 
from  the  sun  is  equivalent  to  2  100  000  calories  per  square  meter  per 
year.  The  quantity  of  carbon  in  the  various  compounds  resulting 
from  luxuriant  vegetation  is  about  100  grams  per  square  meter  per 
year,  and  burning  this  evolves  about  800  calories;  that  is,  vegetation 
stores  up,  in  a  form  useful  to  us,  about  jJu  of  i  per  cent  of  all  the 
radiant  energy  it  receives.  He  further  estimates  that  if  all  the 
radiant  energy  could  be  converted  without  loss  to  mechanical  energy, 
it  would  equal  about  one-third  of  a  horse  power  per  square  meter. 
In  spite  of  many  efforts,  no  practical  machine  has  as  yet  been  in- 
vented for  the  conversion  of  solar  energy  into  mechanical.  Such  ex- 
tensive areas  must  be  covered,  the  first  cost  of  the  apparatus  is  too 
great.  The  devices  to  convert  the  sun's  energy  into  electrical  energy 
have  an  eflSdency  practically  equal  to  zero. 

♦  See  Arrhcnius,  "Das  Werden  dcr  Welten." 
t  Le  Chatdier,  "Lemons  sur  le  Carbone,"  p.  iia. 
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Le  GiateUer's  conclusion  is  that  we  can  hardly  hope  to  obtain  an 
efficiency  greater  than  one  per  cent  of  the  radiant  energy,  and  even 
so  good  a  machine  as  that  would  require  an  exposure  of  300  square 
meters  for  one  horse  power.  Thus,  to  supply  a  factory  requiring 
10  000  horse  power,  the  generator,  or  collector,  would  have  to  cover 
3  square  kilometers.  It  is  well  to  bear  in'  mind  these  figures,  in 
view  of  current  newspaper  articles  and  second-class  mail  which  ai€ 
calculated  to  make  those  unfamiliar  with  the  actual  facts  bdieve  the 
problem  solved.  We  may  soon  have  occasion  to  add  another  to  the 
Keely  motor,  gold-from-sea-water,  cold-storage-with-liquid-air  series 
of  fiascos. 

If  one  form  of  energy  can  be  considered  as  more  important  than 
another,  radiant  energy  must  certainly  head  the  list.  The  subject  in 
hand  is,  then,  perhaps  the  most  important  we  have  taken  up.  And 
yet  we  know  less  about  the  transformati<ms  between  radiant  and 
chemical  energy,  how  to  produce  them  and  how  to  increase  them  to 
maximum  efficiency,  than  about  the  transformations  between  any 
other  pair  of  forms.  We  cannot  even  subdivide  radiant  energy 
satisfactorily  into  intensity  and  capacity  factors.  We  have  few  great 
generalizations  but  many  isolated  facts.  These  facts  are  far  from 
uninteresting;  indeed,  the  whole  subject  is  really  all  the  more  fas- 
cinating because  of  its  incompleteness  and  its  consequent  immense 
possibilities.    Let  us  consider  some  of  these  facts  in  detail. 

Photochemical  Absorption.  When  radiant  eneigy  is  absorbed 
by  a  substance,  part  is  converted  to  heat  and  part  may  produce 
chemical  changes.  When  this  last  conversion  occurs,  we  have  an 
instance  of  "  photochemical  absorption."  The  portion  so  converted 
is  always  small,  and  its  quantity  varies  greatiy  with  the  nature  of  the 
substance  and  with  the  wave  length  of  the  radiant  energy. 

Photochemical  absorption  is  a  more  frequent  phenomenon  than  is 
commonly  realized.  For  instance,  sunburn  is  an  interesting,  if  some- 
times painful,  example.  The  light  determines  the  formation  of  a 
pigment  in  the  skin,  which  then  grows  brown  and  more  opaque  to 
rays  which  might  injure  deeper  tissues.  Light  complexions  are 
native  to  northern  countries  where  the  sunlight  is  less  intense.  Many 
find  certain  kinds  of  light  trying  to  the  eyes.  The  physiological 
effect  of  light  is  an  important  subject,  still  in  its  infancy.  When 
colors  fade,  bleaching  in  the  sunlight,  we  have  instances  of  photo- 
chemical absorption.  Photochemical  absorption  precedes  the  for- 
mation of  chlorophyll,  the  green  coloring  matter  of  vegetation;  and 
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plant  growth  in  the  dark  produces  substances  different  from  those 
formed  by  plant  growth  in  the  light. 

Some  Reactions  Influenced  by  Light.  The  reaction  Hs  +  C12 
=  2  HCl  is  much  hastened  by  light.  White  phosphorus  exposed  to 
simUght  changes  to  the  red  allotropic  modification,  and  this  occurs 
whether  the  phosphorus  is  under  water,  alcohol,  ether,  oils,  in  an 
atmosphere  of  hydrogen,  or  in  a  vacuiun.  Red  mercuric  sulphide, 
HgS  (cinnabar),  turns  black  in  sunlight.  This  change  is  probably  a 
chemical  decomposition;  the  presence  of  a  trace  of  moisture  is  neces- 
sary; it  does  not  occur  under  adds;  it  occurs  more  rapidly  under 
alkalies  than  under  water.  A  water  solution  of  hydrogen  peroxide  is 
decomposed  by  light;  chlorine,  dissolved  in  water,  when  exposed  to 
light  forms  hydrochloric  add  with  the  evolution  of  oxygen;  concen- 
trated nitric  add  is  decomposed  by  light;  phosphine  in  the  sunlight 
decomposes,  and  free  phosphorus  is  deposited;  chromates  m  contact 
with  organic  substances  are  reduced,  and  the  reduction  is  more 
rapid  if  the  substances  are  dry  than  if  they  are  wet.  An  insoluble 
compound  is  formed  by  this  reaction  when  potassium  dichromate  is 
mixed  with  gelatine.  White  silver  chloride  turns  dark  when  exposed 
to  light,  and  this  change  is  effected  most  rapidly  by  violet  light.  The 
changes  produced  in  the  halogen  salts  of  silver  (first  noticed  by  Scheele 
in  1777)  form  the  basis  of  our  photographic  processes. 

Saturated  hydrocarbons  are  not  altered  by  light,  but  every  un- 
saturated hydrocarbon  without  exception  is  altered.  For  instance, 
acetylene  is  changed  to  benzene,  and  this  in  turn  to  a  solid  sub- 
stance. 

It  is  evident  from  the  above  assortment  of  facts  that  radiant 
energy  can  act  in  many  ways;  it  can  cause  combination,  and  de- 
composition, oxidation  and  reduction,  and  polymerization.  In  general 
it  hastens  reactions,  but  it  can  also  retard  reactions.  It  is,  then, 
often  a  positive,  but  sometimes  a  negative,  catalytic  agent.  For  in- 
stance, the  oxidation  of  pjrrogallol  by  oxygen  is  hastened  by  red 
light,  but  retarded  by  violet  light.*  It  has  been  found  to  be  a  fairly 
general  rule  that  red  light  oxidizes  metallic  compounds,  while  violet 
light  reduces  them.  No  case  has  yet  been  foimd  where  violet  light 
certainly  oxidizes  a  metallic  compound. 

Almost  always  changes  brought  about  by  light  are  changes  which 
evolve  heat;  i.e.,  changes  to  a  more  stable  form;  and  a  majority  of 
the  changes  produced  by  light  may  be  reversed  by  heating  the  product. 

*  Trautz,  Physikal,  Zeitsckr.,  7,  899  (1906). 
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In  all  cases,  the  quantity  of  the  photochemical  action  depends  on  the 
wave  length  of  the  light,  and  in  most  cases  the  shorter  the  wave 
length  the  greater  the  photochemical  effect.* 

Fonnation  of  Hydrogen  Chloride.  The  most  thoroughly  inves- 
tigated photochemical  reaction  is  the  combination  of  a  mixture  of 
hydrogen  and  chlorine  to  form  hydrogen  chloride.  In  the  dark  and 
cold,  the  combination  proceeds  at  an  impercq)tible  rate;  in  bright 
sunlight,  or  the  light  of  burning  magnesium,  with  explosive  velocity, — 
an  experiment  always  shown  in  first  courses  on  chemistry.  This 
effect  was  first  observed  by  BerthoUet,  then  studied  systematically 
by  Draper,  and  then  more  thoroughly  by  Bunsen  and  Roscoe.f 

Actinometer.  A  mixture  of  hydrogen  and  chlorine,  in  equimolec- 
ular  quantities,  was  exposed  to  light  sufficient  to  cause  the  reaction 
to  proceed  at  a  convenient  rate.  As  fast  as  formed,  the  hydrogen 
chloride  was  dissolved  in  water,  and  the  diminution  in  volume  of  the 
gas  was  a  measure  of  the  effect  of  the  light.  Such  an  instrument, 
measuring  the  light  effect,  is  called  an  actinometer. 

Draper  threw  the  light  from  an  evenly  illuminated  white  screen  on 
his  actinometer  by  means  of  a  lens.  He  partly  covered  his  lens,  and 
found  the  quantity  of  the  reaction  was  directly  proportional  to  the 
quantity  of  light,  thus  demonstrating  a  fundamental  law. 

Photochemical  Induction.  Bunsen  and  Roscoe  found  that  imder 
constant  illumination  the  velocity  of  formation  of  the  hydrogen 
chloride  gradually  increased  to  a  maximum  and  then  became  con- 
stant. This  phenomenon  is  called  photochemical  induction;  and  the 
time,  from  the  start  till  the  maximum  constant  velocity  is  reached,  is 
called  the  induction  period.  In  one  of  their  experiments,  \\ath  an  oil 
lamp,  the  lime  was  nine  minutes.  This  phenomenon  is  probably  due 
to  the  presence  of  small  traces  of  oxygen  which  act  as  a  negative  cat- 
alyzer upon  the  chlorine.J  After  the  reaction  has  proceeded  for  a 
while,  this  oxygen  and  its  retarding  influences  are  removed.      In- 

*  For  lists  of  photochemical  reactions  see  Eder,  "Handbuch  der  Photochemie," 
1906.  rchling's  "  Handworterbuch  dcr  Chemic,"  article  on  Light.  M.  RoloflF, 
"Ubcr  Light wirkungcn,"  Zcitschr.  Phys.  Chem.,  26,  337-361  (1898).  G.  Cia- 
mician,  "Actions  Chimique  de  la  Lumidre,"  Bull.  Soc.  Chim.  de  Fratue  (4),  3. 
Lecture  delivered  June  6,  1908,  dealing  with  action  of  light  on  organic  substances. 
Bound  in  at  end  of  volume;  28  pp.;  not  paged  consecutively  with  the  rest. 

t  R.  Bunsen  and  IL  E.  Roscoe,  "Photochem.  Untersuchungen, "  Poggendorfs 
Annalcn.,  96,  373  (i8ss);  100,  43  (1857);  loi,  275  (1857);  108,  193  (1859).  Re- 
printed in  OstwakPs  "Klassiker  der  exakten  Wissenschaften."  No.  34  and  No.  38. 

t  R.  Luther  and  E.  Goldberg,  Zcitschr,  /.  phys.  Chem,j  56,  43  (1906), 
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duction  periods  have  been  observed  in  numerous  other  photochemical 
reactions.* 

The  Fraction  of  Radiant  Energy  Converted  to  Chemical 
Energy.  Bunsen  and  Roscoe  sent  light  from  a  constant  source 
through  a  layer  of  pure  chlorine,  and  determined  how  much  of  the 
energy  was  absorbed.  They  then  substituted  a  mixture  of  equal 
volumes  of  hydrogen  and  chlorine  twice  as  thick,  thus  having  the  same 
thickness  of  chlorine.  Hydrogen  absorbs  practically  none  of  the 
radiant  energy,  but  in  this  second  experiment  they  found  considerably 
more  absorbed.  This  excess  was  then  a  measure  of  the  quantity  of 
radiant  energy  which  was  used  in  causing  the  formation  of  hydro- 
chloric acid.  They  concluded  that,  of  the  radiant  energy  absorbed 
by  a  mixture  of  hydrogen  and  chlorine,  two-thirds  went  to  heating 
the  gases  and  one-third  to  putting  the  gases  in  condition  to  react  with 
each  other. 

Photochemical  Extinction.  Light  will  act  on  a  substance  only  if  it 
is  absorbed  by  the  substance.  Bunsen  and  Roscoe  found  that  if  light 
is  passed  through  a  layer  on  which  it  acts  photochemically,  and  then 
enters  a  second  similar  layer,  its  action  on  the  latter  is  less  than  if  it 
had  not  traversed  the  first.    They  call  this  photochemical  extinction. 

Silver  Chloride  Actinometer.  Any  instrument  or  substance 
which  measures  the  chemical  action  of  light  is  called  an  actinometer, 
and  the  hydrogen-chlorine  mixture  we  have  discussed  is  typical.  It 
does  not  give  us  results  in  absolute  measure,  and  actinometers  to  do 
this  have  not,  as  yet,  been  contrived.  They  give  only  results  which 
are  approximately  proportional  to  each  other. 

A  rather  crude  device,  sometimes  used  in  photography,  is  the  silver 
chloride  actinometer.  Paper  is  coated  with  silver  chloride;  a  portion 
of  it  is  exposed  to  the  light,  and  the  time  required  by  the  chloride  to 
darken  to  a  definite  shade  is  noted.  Twice  as  long  a  time  indicates 
half  as  much  light,  etc. 

Mercuric  Oxalate  Actinometer.  The  following  reaction  occurs 
in  light:  2  HgCIj  +  €^4(^11^)2  =  2  HgCl  -f  2  COj  +  2  NH4CI.  The 
volume  of  carbon  dioxide  may  be  measured,  or  the  precipitated  mer- 
curous  chloride  may  be  weighed.  The  results  are  proportional  to  the 
light. 

*  C.  H.  Burgess  and  D.  L.  Chapman,  Jour.  Chem.  Soc.y  London,  89,  1399-1434 
(1906),  found  no  evidence  of  a  photochemical  induction  period  with  a  moist  mix- 
ture of  chlorine  and  hydrogen  free  from  impurities.  They  found  that  small  traces 
of  NHi  or  of  SOi  inhibited  the  reaction. 
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nectrochemical  Actinometer.    The  foUowing  ariangeme&t  %as 

first  used  by  Becquerel  in  1839:  Two  silver  electrodes  are  coated 
with  chloride  or  iodide  of  silver  and  are  immersed  in  dilute  sulphuric 
add.  One  electrode  is  in  the  dark,  the  other  is  eiq)osed  to  the  Hglit 
to  be  measured.  An  electrical  current  passes  in  the  solution  from 
the  dark  to  the  light  electrode,  and,  measured  by  a  galvanometer,  is 
a  measure  of  the  light.  A  simpler  form  consists  (rf  two  a^>per  elec- 
trodes slightly  oxidized  in  a  bunsen  burner  and  immersed  in  a  one 
per  cent  solution  of  common  salt* 

Selenium.  The  conductivity  of  a  wire  of  selenium  is  perhaps  ten 
times  as  good  in  bright  sunlight  as  in  the  dark.  This  mi^t  be  used 
as  an  actinometer,  but  the  pr(^)erty  varies  much  between  di£Ferent 
samples  of  sdenium.  We  know  very  little  as  to  the  cause  of  this  ex- 
ceptional property.  Perhaps  it  is  due  to  the  presence  of  an  impurity. 
It  has  been  utilized  in  isolated  cases  for  automatic  alarms. 

Sending  Photographs  and  Writing  by  Tdegraph.  The  alkali 
metals,  sodium,  potassium,  and  lithium,  when  e]q>osed  to  lig^t,  send 
out  ions  which  cause  a  gas  above  them  to  conduct  When  the  light 
departs  the  conducting  ions  dis^pear  at  once.  Two  metallic  {^tes 
may  be  arranged  above  a  surface  of  sodium  in  such  a  way  that  they 
are  in  an  electric  circuit  If  an  image  of  writing  or  the  like  is  pro- 
jected and  caused  to  pass  over  the  (^)ening  between  the  plates,  the 
light  and  darkness  are  translated  into  fluctuations  of  the  electrical 
current.  These  fluctuations  may  be  caused  to  actuate  a  pen  or  pencil 
on  a  paper  moving  at  the  receix-ing  station  synchronously  with  the 
image  at  the  sending  station. 

Photography.  Photography  has  sometimes  been  held  to  deserve 
no  place  in  a  strictly  scientific  book,  because  it  is  only  a  number  of 
variations  of  few  scientific  principles  highly  develc^>ed  in  their  ap- 
plications. The  art  has  outrun  the  science,  but  this  is  not  a  logical 
reason  for  excluding  it;  on  the  contrary,  special  attention  should  be 
drawn  to  it,  that  the  science  may  catch  up.  It  contains  many  ex- 
tremely interesting  unsolved  scientific  problems.  It  is  a  most  useful 
art,  particularly  useful  in  science  to  record  and  disseminate  results, 
almost  as  useful  as  the  art  of  printing  itself.  It  is  in  one  sense  typi- 
cally a  physical-chemical  subject.  The  camera,  lens,  and  formatioii 
of  the  image  are  applications  of  physics,  while  the  registration  and 
fixation  of  this  image  are  applications  of  chemistry.    The  product  of 

•  H.  RigoUot,  Jour,  de  Physique  (3),  6,  520-525  (1897).  and  '' Recherches  ex- 
pdrimentales  sur  quelques  Actinom^tres  electro-chimiques,"  ij8  pp.,  Lyons  (1897). 
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the  combination  is  an  illustration  of  the  practical  value  of  the  results 
obtainable  by  cooperation  of  the  sciences.* 

Historical.  Leonardo  da  Vind  described  a  pinhole  camera- 
obscura,  but  did  not  claim  the  device  as  his  invention,  nor  even  as 
anything  particularly  new.  In  1810,  Seebeck,  professor  of  physics  at 
Jena,  published  observations  upon  colors  produced  in  silver  chloride 
by  the  spectrum. 

The  first  process  for  the  production  of  photographs,  as  we  under- 
stand the  word,  we  owe  to  Nic6phore  Niepce  and  Daguerre,  who 
made  their  discovery  in  1829,  devoted  ten  years  to  efforts  at  per- 
fecting the  process,  and  announced  it  in  1839.  The  process  of  teleg- 
raphy was  invented  at  about  the  same  time,  by  Gauss  and  Weber, 
in  Gottingen,  in  1833,  and  several  writers  have  OHnmented  upon  the 
much  greater  rapidity  with  which  telegraphy  developed,  both  scien- 
tifically and  practically,  than  photography. 

Daguerre's  Process.  Daguerre's  process  was  as  follows:  A  highly 
polished  silver  plate  was  given  a  thin  layer  of  silver  iodide  and  was 
then  exposed  in  a  camera.  The  development  consisted  in  holding 
the  exposed  plate  over  the  vapor  of  mercury,  when  the  mercury  de- 
posited in  largest  amount  where  the  light  had  acted  most,  and  thus 
the  image  was  produced.  By  this  process  one  exposure  gives  but  one 
picture,  and  copies  cannot  be  made.  Such  a  picture  is  not  permanent. 
Though  it  may  be  made  to  last  for  some  years  il  properly  cared  for, 
yet  eventually  it  disappears.  The  principles  at  the  base  of  Daguerre's 
process  are  probably  capable  of  useful  development,  but  such  de- 
velopment has  not  as  yet  been  forthcoming,  and  the  process  is  now 
abandoned. 

Wet  Plate  Process.  The  next  advance  consisted  in  the  invention 
of  the  collodion,  or  "  wet  plate,"  process.  Glass  is  covered  with  a 
thin  coat  of  collodion  containing  a  halogen  salt.  Just  before  the  ex- 
posure is  to  be  made  this  plate  is  treated  with  a  solution  of  silver 
nitrate,  which  forms  the  halogen  silver  salt  within  the  collodion. 

*  The  standard  authority  upon  this  subject  Is  J.  M.  Eder's  "Ausftthriicfaes 
Handbuch  der  Photographie/'  an  extensive  woik.  R.  C.  Bayie/s  ''The  Com- 
plete Photographer,"  410  pp.  (1906},  is  a  particularly  readable  text.  Other  books 
which  may  be  recommended  are  as  follows:  R.  Luther,  ''Die  Chemischen  Voig&nge 
in  der  Photographie,"  96  pp.  (1899).  H.  W.  Vogel,  "Photochemie  imd  Besch- 
riebimg  der  photographischen  Chemikalien/'  376  pp.  (1906).  Ltippo-Cramer, 
"KoUoiddiemie  und  Photographie,"iS4  pp.  (1908).  L.  Derr,  "Photography  for 
Students  of  Physics  and  Chemistry,"  343  pp.  (1906).  R.  Meidola,  "The  Chemistry 
of  Photognphy,"  383  pp.  (1901). 
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While  still  wet  the  plate  is  exposed  in  the  camera,  taken  to  the  daik 
room,  and  treated  with  another  solution  of  silver  nitrate  to  which  has 
been  added  a  reducing  agent.  Where  light  has  acted,  silver  nitrate 
of  the  developer  is  reduced  and  metallic  silver  is  deposited.  In  this 
way  the  image  is  built  up  out  of  silver  obtained  from  the  developer. 
The  unchanged  halogen  salt  is  dissolved  out  with  a  solution  of  sodium 
thiosulphate,  and  thus  a  permanent  negative  is  obtained. 

These  "  wet "  plates  require  much  longer  exposures  in  the  camera 
than  the  "  dry  "  plates,  and  are  far  less  convenient,  because  a  dark 
room  must  be  at  hand  when  an  exposure  is  made.  Therefore  the 
process  is  not  generally  used.  It  finds  an  application,  however,  in 
certain  technical  processes  of  reproduction,  because  the  grain  of  the 
silver  deposit  is  finer  than  that  obtainable  by  the  "  dry "  plate 
process. 

The  Dry  Plate  Process.  The  dry  plates  or  films  now  imiversally 
used  consist  of  a  colloidal  solution  of  a  halogen  salt  qf  silver  in  gela- 
tine, spread  on  a  glass  plate  or  a  celluloid  film. 

A  solution  of  gelatine  containing  silver  nitrate  is  mixed  with  a 
solution  of  gelatine  containing  potassium  bromide.  Exceedingly  fine 
particles  of  silver  bromide  are  thus  formed,  and  remain  in  suspension 
as  a  colloidal  solution.  This  is  allowed  to  solidify,  and  is  broken  up 
into  small  pieces  and  washed  to  remove  the  excess  of  silver  nitrate. 
It  is  then  remelted,  and  is  ready  to  coat  the  plates.  But  such  plates 
would  not  be  particularly  sensitive. 

Ripening.  The  emulsion,  as  it  is  called,  is  allowed  to  "  rif>en,"  a 
process  which  was  described  in  Chapter  XIX.  The  particles  of 
silver  bromide  increase  in  size,  slowly  at  low  temperatures,  rapidly  at 
high  temperatures.  The  larger  the  particles  the  more  sensitive  they 
appear  to  be  to  light.  At  the  same  time,  the  larger  the  particles  the 
coarser-grained  the  resulting  negative,  and  so  the  ripening  process 
must  not  be  pushed  too  far.  Microscopic  examination  with  rela- 
tively low  powers  will  show  that  negatives  made  upon  extremely 
rapid  plates  are  coarser  in  grain  than  those  made  on  slow  plates.  If 
the  ripening  is  continued  too  long  the  plates  are  too  sensitive,  and 
the  change  produced  by  light  takes  place  slowly  even  in  the  dark; 
and  such  plates  when  developed  are  "  fogged,'*  i.e.,  coated  with  an 
even  deposit  of  metallic  silver. 

Light  appears  to  produce  an  effect  very  similar  to  this  ripening  proc- 
ess, and  a  plate  itself  not  sensitive  can  be  made  much  more  sensitive 
by  an  exceedingly  brief  exposure  to  light.    There  is,  as  it  were,  a 
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threshold  which  must  be  crossed  before  the  action  of  light  is  of  such  a 
character  that  we  can  make  it  permanent  by  our  chemical  processes. 

Action  of  Light  When  a  plate  thus  prepared  is  exposed  in  the 
camera,  the  silver  bromide  is,  in  a  measure,  reduced.  That  free 
bromine  is  given  off  has  been  demonstrated  experimentally.  It  is 
generally  conceded  that  the  other  product  is  a  compound  with  a  for- 
mula Ag2Br,  but  this  compound  forms  in  such  small  quantities  that 
it  is  impossible  to  collect  enough  for  analysis.  Luther  made  AgsCl 
by  pouring  chlorine  water  over  powdered  silver,  and  foimd  it  was  a 
dark  violet  in  color.*  The  plate  after  exposure  in  the  camera  shows 
no  trace  of  such  coloration,  and  the  image  is  said  to  be  latent.  The 
reduction  by  the  light  can  hardly  have  been  to  metallic  silver,  because 
metallic  silver  is  soluble  in  nitric  add,  and  the  exposed  plate  may  be 
bathed  in  dilute  nitric  add  without  destroying  the  latent  image. 

The  liberated  bromine  unites  with  gelatine,  i.e.,  one  of  the  products 
of  the  reaction  is  removed,  and  this  explains  the  great  "  rapidity  "  of 
our  dry  plates. 

When  the  halogen  salt  is  acted  on  by  light,  it  may  be  that  some  of 
the  radiant  energy  is  converted  to  chemical;  it  may  be  that  the  light 
acts  catalytically,  only  hastening  a  process  which  occurs  very  slowly 
in  the  dark;  perhaps  the  action  is  partly  one  and  partly  the  other; 
we  are  not  sure.  The  evidence  is  rather  in  favor  of  the  view  that  the 
light  acts  catalytically;  for  films  and  plates  deteriorate  with  age,  act- 
ing, after  months  or  years,  as  if  the  reaction  which  occurs  so  rapidly 
upon  exposure  to  light  had  been  taking  place  slowly. 

Development.  The  exposed  plate  is  immersed  in  a  reducing  agent 
of  such  a  strength  that  the  parts  affected  by  light  are  reduced,  while 
the  unaffected  parts  remain  imaltered.  The  product  of  the  reduction 
is  metallic  silver.  It  will  be  noticed  that  the  result  is  a  silver  negative 
like  that  obtained  by  the  wet  plate  process.  But  there  is  a  difference. 
In  the  wet  plate  process  the  silver  of  the  negative  is  obtained  from  the 
developer  while  in  the  dry  plate  process  it  is  obtained  from  the  silver 
compound  in  the  light-sensitive  emulsion.  The  suggestion  has  been 
made  to  distinguish  between  these  two  processes  by  calling  the  wet 
plate  process  a  physical,  the  dry  plate  process  a  chemical,  develop- 
ment; but  both  processes  are  chemical,  and  it  is  hard  to  see  what 
value  such  distinction  could  possibly  have. 

The  growth  of  the  silver  nudeus  occurs  only  where  the  developer 
and  silver  bromide  are  both  present.    If  a  small  amount  of  sodium 

*  See  R.  Luther,  "Die  Chemischen  Vorgfinge  in  der  Photographie"  (1899). 
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thiosulphate  be  added  to  the  developer,  it  will  dissolve  silver  bromide 
from  one  pcHtion  of  the  plate  and  transport  it  to  the  places  where 
silver  is  being  reduced;  that  is,  it  intensifies  the  effect;  but  if  too 
much  thiosulphate  be  used,  silver  is  deposited  all  over  the  plate,  or, 
in  the  language  of  the  photogr^her,  the  plate  is  fogged. 

Sodium  sulphite  is  a  reducing  agent,  and  it  alone  will  devdop  a 
plate,  though  slowly  and  incompletely.  If  added  to  another  reducing 
agent,  it  enhances  the  action  of  the  latter  by  removing  oxygen  from 
the  solution. 

Retarders.  In  case  of  an  overexposure,  the  image  flashes  up  too 
quickly,  the  whole  plate  is  likely  to  receive  a  deposit  of  metallic 
silver,  and  the  resulting  negative  will  then  lack  contrast.  We  add 
a  few  drops  of  a  concentrated  solution  of  potassium  bromide,  and  this 
retards  the  action  of  the  developer,  enabling  us  to  secure  the  desired 
contrast.  This  is  an  application  of  the  law  of  mass  action.  De- 
velopment consists  in  the  reduction  of  silver  bromide  to  metallic 
silver,  and  bromide  ions  go  into  solution.  Increase  the  concentratioQ 
of  the  bromide  ions  present  in  the  developer  and  this  diminishes  the 
velocity  of  the  reaction  of  which  they  are  one  product.  In  case  the 
sensitive  salt  is  silver  chloride,  a  solution  of  common  salt  will  act  as  a 
retarder. 

Reversal  of  the  Image.  The  compound  of  gelatine  and  bromine 
which  forms  when  an  exposure  is  made  is  more  difficultly  soluble 
in  water,  and  less  permeable  to  water,  than  gelatine.  The  longer 
the  exposure  the  greater  this  effect.  If  we  overexpose  sufficiently, 
the  developer  has  such  difficulty  in  getting  into  the  film  at  the  most 
exposed  places  that  it  acts  as  much  on  the  less  exposed  portions. 
The  result  is  a  lack  of  contrast  in  the  negative.  Such  a  negative  is 
spoken  of  as  "  flat.**  If  the  overexposure  is  carried  far  enough,  the 
developer  may  act  most  on  the  least  exposed  parts,  and  give  us,  not 
a  negative,  but  a  positive.  This  is  called  reversal  of  the  image.  The 
time  required  for  this  effect  is  rather  long.  A  plate  which  gave  a 
good  normal  negative  after  an  exposure  of  one-tenth  of  a  second  was " 
exposed  three  hours  and  then  gave  a  positive. 

If  a  plate  is  exposed  even  longer  than  is  necessary  to  give  a  re- 
versal of  the  image,  the  whole  film  becomes  so  impermeable  that  the 
developer  finds  it  about  equally  hard  to  enter  at  one  place  or  another. 
Then  we  obtain  a  negative  as  if  the  exposure  had  been  normaL 
These  phenomena  are  sometimes  called  *'  solarization." 

In  case  of  overexposure,  it  is  desirable  to  use  a  dilute  devdoper 
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and  to  develop  very  slowly.  Under  such  drcumstances  the  de- 
veloper has  time  to  penetrate  through  the  less  permeable  portions  of 
the  gelatine  film.  This  is  one  of  the  reasons  that  the  so-called  tank 
development  is  so  much  more  satisfactory  than  the  other  methods. 

Fixing.  After  the  silver  image  has  reached  the  desired  strength 
or  intensity,  there  remains  a  good  deal  of  unaltered  silver  bromide, 
which,  if  exposed  to  light,  would  undergo  transformations  similar  to 
those  which  made  the  picture,  and  thus  the  negative  would  be  spoiled. 
This  silver  bromide  must  be  removed,  and  this  is  accomplished  by 
soaking  the  negative  in  a  solution  of  sodimn  thiosulphate,  which  dis- 
solves the  silver  bromide,  forming  complex  silver  ions.  The  sodiiun 
thiosulphate  solution  also  dissolves  oxygen  from  the  atmosphere,  and 
carries  it  to  the  silver  image,  which  is  thereby  oxidized.  This  oxide  is 
soluble  in  sodium  thiosulphate  solution,  therefore  too  long  immersion 
in  the  fixing  solution  decreases  the  intensity  of  a  negative. 

Intensification.  In  case  the  negative  is  too  weak,  one  of  several 
methods  for  intensifying  may  be  employed.  If  it  is  immersed  in  a 
solution  of  silver  nitrate  which  contains  also  a  reducing  agent,  metallic 
silver  is  deposited  where  silver  already  is  present.  This  amounts  to 
an  additional  development  on  the  plan  of  the  wet  plate  process.* 

Luther  t  describes  the  following  interesting  experiment:  A  dry 
plate  was  exposed  and  then  put  directly  into  a  solution  of  sodium 
thiosulphate.  This  reduced  the  AgsBr  to  metallic  silver,  and  dis- 
solved the  unacted-upon  silver  bromide.  The  plate  was  absolutely 
glass-clear,  for  the  particles  of  silver  were  too  small  to  be  seen.  It 
was  then  put  into  a  solution  of  silver  nitrate  containing  a  reducing 
agent,  and  metallic  silver  was  reduced  out  on  the  nuclei  which  were 
present,  though  invisible,  and  the  image  appeared  slowly  until  a  use- 
ful negative  was  obtained. 

Optical  Sensitizing.  It  was  discovered  by  Vogel  that  if  a  sub- 
stance, itself  not  sensitive  to  light,  but  which  will  absorb  certain  ra}^, 
is  mixed  with  one  that  is  sensitive  to  light,  the  sensitiveness  of  the 

*  The  fundamental  principle  of  the  intensification  methods  with  mercury  is 
probably  correctly  indicated  by  the  following  reaction: 

3Ag  +  2HgCl,=  2  HgCl  +  Ag,Cl -h  AgCl. 

The  mercurous  chloride  and  the  silver  chloride  then  unite  to  form  a  white  insol- 
uble compound.  When  ammonium  hydroxide  is  brought  in  contact  with  this, 
we  obtain  a  black  substance  of  unknown  composition  which  contains  mercurous 
chloride,  silver  chloride,  and  ammonia. 

t  Loc,  cU. 
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wlN'vk  »  f r<qtJcntly  mndi  iDcrased.  TlnsiskikcyviissopticilsensitU' 
k/H,  Tbt:  UMuJ  dry  plaUs  of  photognphy  may  be  dyed  vith  vmboos 
MiHfJt  dytikf  acd.  as  is  veil  knoim,  this  makes  tbcrn  pecniiaily  sensi- 
ftjye  t//  paiticular  colors,  and  we  have  thus  a  vanety  of  scxaOed 
<^nlyxJ>r'/niaUJC  plates.  Besides  this  partiailar  floiritiieucss  to  cer 
isun  ^/A^/n,  the  piate  as  a  whole  is  usually  more  ^  rapid  **  dian  one  not 
v/  tf  eaU^yL 

Cbemital  Sensttiztiig.  It  has  also  bem  found  that  If  we  add  to 
a  lii^tHMmsttJve  substance  a  second  substance,  capable  of  oomfaining 
i,htrmjd\y  with  one  of  the  products  of  the  action  of  light,  we  cui 
tbu«  much  increase  the  sensitiveness  of  the  original  substance.  The 
i'AiX  already  alluded  to  that  gelatine  unites  with  bromine  is  an  iw^fanrp 
tA  **  chimfiical  sensitizing ''  and  an  illustration  of  the  wide  applicability 
fA  tfur  fundamental  law  of  mass  action  and  our  ideas  concemiiig  chemi- 
cal e^iulUbrium;  for  this  plan  of  remox-ing  one  of  the  products  is  the 
cwkUmtmry  method  to  force  a  reaction  to  proceed  in  the  directioD 
we  wish. 

Printing  Processes.  The  methods  for  obtaining  positiN-e  copies 
on  (>a(>cr  from  negatives  are  very  numerous,  and  it  would  lead  us 
much  Uh)  far  to  take  them  up  in  detail,  though  their  discussion 
would  bring  out  a  number  of  scientifically  interesting  facts  and 
firoUcms. 

Mr^t  used  at  present  are  the  "  gaslight ''  papers.  These  are  cov- 
ered with  a  film  i>racticaUy  the  same  as  that  on  a  slow  plate.  They 
are  exiK^sed  for  a  few  seconds  imder'the  negatives  to  artificial  light 
and  then  are  develojK^d  and  fixed  as  if  they  were  plates.  The  pic- 
tures thus  consist  of  metallic  silver. 

We  shall  pass  over  the  somewhat  antiquated  "  gold  toning  "  proc- 
ess, the  always  useful  "  blue  prints/'  the  platinum  prints,  and  other 
processes.  But  it  seems  desirable  to  say  a  few  words  about  the 
pigment  pnx:ess,  because  it  is  the  most  permanent  and  beautiful  of 
all,  and  so  few,  even  of  the  enthusiastic  amateur  photographers,  seem 
to  appreciate  its  i>ossibilitics  and  its  simplicity. 

The  Pigment  Process.  Gelatine  containing  some  potassium  di- 
chromate  is  sensitive  to  light  when  dry,  hardly  sensitive  when  wet. 
Light  pnKluces  a  change  which  makes  this  "  chrome-gelatine  "  rela- 
tively insoluble.  This  change  is  due  to  an  oxidation  of  the  gelatine 
by  the  potassium  dichromate,  or  possibly  in  a  measure  to  a  combi- 
nation of  the  gelatine  with  the  reduction  product  of  the  potassium 
dichromate,  or  possibly  it  is  due  to  a  combination  of  these  two  causes. 
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The  action  is  not  full}'  understood,  and  this  is  one  of  the  many  in- 
stances where  the  technique  of  photography  has  far  outstripped  the 
science. 

Mix  with  gelatine  any  permanent  pigment  such  as  is  used  in  oil 
painting  and  coat  paper  with  this  emulsion.  Sensitize  it  shortly 
before  exposure  by  immersion  in  a  dilute  solution  of  potassium  di- 
chromate.  When  dry,  expose  the  paper  to  light  under  a  negative. 
Where  the  light  passes  most  readily,  the  gelatine  is  rendered  most 
insoluble.  The  image  on  the  negative  is  faithfully  reproduced  in 
terms  of  solubility  and  insolubility  of  the  gelatine  layer.  After  ex- 
posure, dissolve  out  the  remaining  soluble  gelatine  with  warm  water, 
and  the  picture  appears  in  the  pigment  embedded  in  the  insoluble 
gelatine.  This  is  generally  known  as  the  "  carbon  "  process  because 
the  first  pigment  used  was  finely  divided  carbon.  As  any  colored 
pigment  may  be  used  quite  as  well  as  carbon,  the  range  of  possible 
effects  is  large. 

Emission  of  Light.  We  have  devoted  as  much  space  as  we  can 
spare  to  conversions  of  radiant  energy  into  chemical  energy,  and  must 
now  consider,  very  briefly,  the  converse  processes,  the  changes  of 
chemical  energy  into  radiant  energy. 

Chemical  reactions  are  usually  our  sources  of  heat,  and  any  sub- 
stance when  hot  enough  emits  light.  Thus,  properly  speaking,  all 
sources  of  artificial  light,  with  the  exception  of  electric  lights,  might 
properly  be  considered  under  this  subdivision.  The  great  general- 
izations formulating  the  connection  between  temperature  and  light, 
Stefan's  and  Wien's  laws,  were  stated  in  Chapter  VIII. 

There  is  no  more  interesting  fact  in  the  science  of  chemistry  or 
physics  than  that  the  elements  as  gases  emit  characteristic  spectra. 
This,  too,  was  discussed  in  some  detaO  in  Chapter  VIII,  which  is  in- 
deed as  much  a  chapter  on  actinochemistry  as  this. 

Luminescence.  We  know  a  number  of  processes  which  emit  a 
light  greater  than  corresponds  (according  to  Stefan's  law)  to  the 
temperature  of  the  emitting  body.  We  call  these  instances  of 
"  luminescence."  These  have  been  subdivided  into  the  phenomena 
known  as  electroluminescence,  thermoluminescence,  tribolumines- 
cence,  crystallization  luminescence,  fluorescence,  and  phosphorescence. 
We  shall  describe,  very  briefly,  a  few  instances  of  each. 

Electroliuninescence.  Rarefied  gases  under  the  influence  of  a 
rapidly  alternating  high-potential  current  become  luminous  and  emit 
light  of  an  intensity  much  greater  than  corresponds  to  their  tempera- 
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ture.  We  must  let  what  was  said  r^arding  this  phenomenon  in 
Chapter  Vm  suffice. 

Thermoluminescence.  While  all  bodies  begin  to  emit  a  dull-red 
light  at  about  525^,  and  Stefan's  law  b^ins  to  apply  more  or  less 
well,  we  know  of  a  few  substances  which  b^in  to  emit  light,  and  oi 
shorter  wave  length,  at  lower  temperatures.  Diamond,  marble,  and 
fluorite  are  instances.  Some  samples  of  fluorite  emit  visible  light  in 
a  bath  of  melted  paraffin.  This  is  the  phenomenon  known  as  thermo- 
Iimiinescence. 

Triboluminescence.  By  derivation  this  term  indicates  the  giv- 
ing out  of  light  due  to  friction.  If  a  bottle  containing  crystals  of 
uranium  nitrate  is  shaken  vigorously  in  the  dark,  flashes  of  light  are 
seen.  The  same  phenomenon,  but  less  brilliant,  may  be  observed 
when  crystals  of  sugar  are  crushed.  Over  a  hundred  different 
crystalline  substances  have  been  found  to  show  this  **  tribolumines- 
cence." It  seems  to  have  some  connection  with  the  crystalline  struc- 
ture, but  we  do  not  know  what. 

Crjrstallization  Luminescence.  When  arsenious  add,  or  sodiiun 
fluoride  or  sulphide,  and  some  other  substances,  crystallize  out  of 
saturated  solutions,  flashes  are  sometimes  seen.  Perhaps  a  flash  ac- 
companies the  formation  of  each  crystal,  and  only  a  few  of  these  are 
intense  enough  to  be  visible.  It  is  altogether  probable  that  the 
cause  of  this,  whatever  it  may  be,  is  the  same  as  the  cause  of  tribo- 
limiinescence,  whatever  that  may  be. 

Fluorescence.  A  substance  is  said  to  fluoresce  if,  when  radiant 
energy  impinges  upon  it,  it  sends  out  a  light  of  its  own  different  from 
that  impinging.  It  was  so  called  because  the  phenomenon  is  par- 
ticularly marked  with  some  samples  of  fluorite  (CaF2). 

When  X-rays  or  rays  from  radium  strike  a  surface  covered  with 
zinc  sulphide  or  barium  platinocyanide,  these  substances  emit  visible 
light;  they  fluoresce,  as  described  in  Chapter  X.  Neither  substance 
has  this  property  when  in  solution.  Diamonds,  rubies,  and  many 
other  substances,  if  mounted  within  a  Crookes's  tube  in  the  path 
of  cathode  rays,  emit  light  (fluoresce)  with  a  brilliance  truly  spec- 
tacular. 

Light  from  the  sim,  an  arc  light,  or  other  rather  intense  source 
causes  fluorescence  in  many  liquids  and  solutions.  Doubtless  most  ot 
us  have  noticed  the  characteristic  greenish  light  about  the  meniscus 
of  mineral  oils,  and  have  seen  the  phenomenon  in  solutions  of  fluo- 
rescein, eosin,  and  other  organic  dyes.    A  solution  of  sulphate  of 
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quinine  fluoresces  with  a  bluish  light,  a  solution  of  chlorophyll  with 
a  dark-red  light,  a  solution  of  litmus  with  a  brownish  light  Faint 
traces  of  fluorescence  have  been  detected  upon  an  extraordinary 
assortment  of  objects,  — white  paper,  cork,  bones,  wood,  and  many 
samples  of  colorless  glass. 

Stokes's  Law.  For  many  years  it  was  thought  that  in  all  cases 
the  TSiys  sent  out  from  a  fluorescent  body  were  of  greater  wave  length 
than  that  of  the  rays  causing  the  fluorescence.  This  was  known  as 
Stokes's  law.  But  recent  investigations  have  proved  that  in  many 
cases  it  does  not  hold. 

We  are  very  much  in  the  dark  as  to  the  cause  of  fluorescence. 
Evidently  enougB,  the  fluorescing  body  absorbs  radiant  energy  of 
definite  wave  lengths  and  alters  these  wave  lengths,  but  what  the 
mechanism  is  whereby  this  change  is  consummated  we  do  not  know. 
The  suggestion  has  been  made  that  the  phenomenon  is  intimately 
connected  with  tautomerism;  that  the  light  converts  one  molecular 
structure  into  a  tautomeric  form,  and  that  the  change  back  is  ac- 
companied by  the  emission  of  light  of  a  different  wave  length  from 
that  absorbed.  It  has  also  been  suggested  that  the  light  moves  some 
atoms  out  of  their  normal  position  in  a  molecule,  and  that  when  these 
''  spring  "  back  into  place  the  movement  is  accompanied  by  the 
luminescence.    There  is  no  proving  nor  disproving  such  hypotheses.* 

Phosphorescence.  Sulphides  of  caldiun,  barium,  and  strontium, 
after  being  exposed  to  an  intense  light  for  some  time,  emit  light  for 
several  hours.  Ciuiously  enough,  the  chemically  pure  substances 
will  not  do  this.  Traces  of  manganese,  copper,  or  bismuth  present  as 
impiuities  appear  to  be  essential.  These  substances  form  the  basis 
of  the  familiar  luminous  paints.  Other  salts  of  the  alkaline  earth 
metals  and  a  few  gems  and  minerals  possess  this  property  in  less  de- 
gree. An  ingenious  apparatus  was  devised  by  £.  Becquerd  to  detect 
feeble  phosphorescence.  The  substance  to  be  investigated  is  placed 
between  revolving  disks  with  holes  in  them.  These  holes  are  so 
arranged  that  the  object  is  first  exposed  to  a  bright  light;  then  this 
light  is  entirely  cut  off  and  while  the  object  is  in  total  darkness  the  ob- 
server looks  at  it  through  another  hole.  If  he  sees  anything  the  object 
must  be  ^'phosphorescing."  By  measuring  the  rate  at  which  the 
disks  revolve  it  is  possible  to  calculate  how  long  the  object  phospho- 

*  For  an  extensive  list  of  fluorescent  substances  see  H.  Kauffmann,  "Die  Bezie- 
hungen  zwischen  Fluoreizcnz  und  chemischer  Konstitution  ";  Ahren's  '*  Sammlung 
chemischer  und  chemisch-technischer  Vortrftge,"  Vol.  II,  pp.  i~ioa  (1907). 
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resces.    This  apparatus  has  greatly  extended  the  list  of  substances 
known  to  possess  this  property. 

The  temperature  exerdses  a  marked  eflFect.  In  all  cases  it  alters 
the  color  (wave  length)  of  the  light  given  out.  Becquerel  found  that 
the  higher  the  temperature  the  greater  the  wave  length  of  the  phos- 
phorespence  from  strontiimi  sulphide;  but  in  most  cases  the  reverse  is 
the  fact,  and  the  higher  the  temperature  the  shorter  the  wave  length. 

After  the  phosphorescence  of  calcium  sulphide  has  died  out,  upon 
raising  the  temperature  it  begins  again.  But  if  the  temperature  is 
raised  to  400°  the  property  is  entirely  lost. 

The  sulphides  of  caldiun  and  strontium  cease  to  phosphoresce  at 
—80°,  but  at  the  temperature  of  liquid  air  (— i8o°)*a  most  miscella- 
neous assortment  of  artides  acquires  the  property.  Acetophenone, 
urea,  salicylic  add,  starch,  celluloid,  glue,  leather,  egg  shells,  and 
feathers  are  in  this  list. 

Again  we  are  at  a  loss  to  "  explain  "  the  phenomenon.  We  can  do 
no  more  than  make  the  self-evident  statement  that  the  exdting  light 
must  produce  a  chemical  reaction  which  proceeds  in  the  opposite 
direction  in  the  dark  with  the  emission  of  light. 

Phosphorescence  without  Previous  Illumination.  Moist  phos- 
phorus, in  contact  with  the  air,  emits  a  glow,  and  from  this  phenome- 
non originated  the  name  phosphorescence.  No  previous  illumination 
is  required,  and  the  source  of  this  radiant  energy  must  be  the  slow 
oxidation.  It  is  an  interesting  fact  that  if  the  partial  pressure  of  the 
oxygen  is  too  great  no  glow  is  seen.  Moist  phosphorus  in  pure  oxygen 
at  atmospheric  pressure  does  not  phosphoresce. 

A  number  of  cases  are  known  where  a  chemical  reaction  is  accom- 
panied by  luminescence,  and  the  term  chemiluminescence  is  applied 
to  them;  but,  after  all,  this  term  might  be  applied  to  both  fluorescence 
and  phosphorescence  and  such  extensive  subdivision  is  rather  point- 
less. Mix  35  cm.^  of  a  50  per  cent  solution  of  potassium  carbonate, 
35  cm.^  of  a  10  per  cent  solution  of  pyrogallol,  and  35  cm.'  of  a  35  per 
cent  solution  of  formaldehyde.  To  this  mixture  add  rapidly  50  cm.' 
of  a  30  per  cent  solution  of  hydrogen  peroxide.  Vigorous  foaming 
ensues,  accompanied  by  a  reddish  glow.* 

Physiological  Phosphorescence.  A  number  of  insects  and  infu- 
soria emit  visible  light  in  the  dark.  The  "  firefly  '*  is  often  quoted 
as  the  most  eflScient  light  producer  known  to  us.    It  is  assumed  that 

*  This  experiment  and  a  number  of  others  are  described   by  M.  Trautz 
Zeitsckr.  /.  Elektrochem.,  lo,  593-6  (1904). 
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all  energy  is  converted  to  light  without  loss  by  this  insect.  The 
phosphorescence  in  the  ocean  emanates  from  infusoria.  Some  tropical 
plants  are  said  to  phosphoresce.  In  general  the  phenomenon  of 
"  physiological  phosphorescence  "  is  more  frequent  in  the  tropics  than 
in  colder  climates. 

Decaying  wood  sometimes  shows  phosphorescence.  This  has  been 
traced  to  the  presence  of  lower  organisms.  A  spedes  of  bacteria 
which  thrives  on  old  potatoes  is  brightly  liuninous.  Decaying  animal 
matter  of  many  kinds — meat,  cheese,  and  particularly  salt-water  fish — 
phosphoresce.  Some  of  these  instances  were  attributed  to  the  pro- 
duction of  phosphine,  but  this  theory  failed  to  withstand  close  inves- 
tigation.   Probably  lower  forms  of  life  are  almost  always  responsible. 

Why  these  particular  life  processes  should  be  accompanied  by  the 
emission  of  light  we  have  no  idea.  We  know  that  the  presence  of 
oxygen  is  essential  in  all  cases,  and  so  can  say  it  is  the  result  of  slow 
oxidation.  Many  patient  investigations  have  been  undertaken,  but 
have  not  yet  taught  us  how  to  reproduce  the  eflFect  in  the  laboratory. 

The  whole  subject  of  actinochemistry  is  of  peculiar  interest  and 
importance,  for  the  transformation  of  a  small  fraction  of  one  per  cent 
of  the  radiant  energy  from  the  sun  furnishes  us  with  food,  light,  and 
heat,  our  prime  necessities.  If  we  could  learn  to  transform  but  a 
little  fraction  more  into  these  useful  forms,  or  to  hasten  only  a  little 
*the  reactions  going  on  all  about  us,  it  would  greatly  increase  the 
wealth  of  mankind.  The  source  of  all  wealth  is  the  knowledge  which 
gives  us  power  to  direct  and  govern  the  processes  of  nature. 


APPENDIX 
A  METHOD  FOR  CALCULATING  CHANGES  IN  GASEOUS  VOLUMES 

Convert  temperatures  on  any  other  scale  into  temperatures  on  the 
absolute  scale  and  apply  first  one  gas  law  and  then  the  other.  This  is 
preferable  to  the  use  of  formulas  which  are  easily  forgotten. 

ICO  cm.'  of  a  gas  at  i8^  and  under  a  pressure  of  740  mm.  will  occupy 
what  volume  under  normal  conditions? 

SOLUTION 


f 

t 

T 

P 

Initial  conditions 

Final  conditions 

100 

X 

291" 
273** 

740 
760 

Ask  yourself  whether  the  change  in  temperature  will  increase  or 
diminish  the  volume,  and  multiply  the  initial  volume  by  the  fracticHi 
obtained  by  putting  one  absolute  temperature  in  the  numerator  and 
the  other  in  the  denominator,  in  such  a  way  as  to  produce  the  effect  in- 
dicated by  the  law.  In  this  example  a  change  from  291**  to  273**, 
being  a  diminution  in  temperature,  must  be  accompanied  by  a  cor- 
responding diminution  in  volume.    Therefore,  the  100  cm.'  must  be 

multiplied  by 


273 
291 


Ask  yourself  whether  the  change  in  pressure  will  increase  or  diminish 
the  volume,  and  multiply  by  the  fraction  obtained  by  putting  one 
pressure  in  the  numerator  and  the  other  in  the  denominator,  in  such 
a  way  as  to  produce  the  effect  indicated  by  the  law.  In  this  example  a 
change  from  740  nun.  to  760  mm.,  being  an  increase  in  pressure, 
must  be  accompanied  by  a  diminution  in  volume.    Therefore,  the 

100  X  —  must  be  multiplied  by  ^-    Working  out  the  expression, 

27^      740     .        , 
100  X  -^  X  ^>  gives  the  answer. 
291      760 


250  cm.'  of  a  gas  at  —  20**  and  imder  a  pressure  of  755  mm.  occupies 
what  volume  at  +10°,  under  a  pressmre  of  730  mm.? 
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SOLUTION 


521 


V 

T 

P 

Initial  conditions 

Final  conditions 

250 

X 

253^ 

755 
730 

The  temperature  is  increased,  therefore  the  volume  is  increased, 
and  we  must  multiply  by  — -  •    The  pressure  is  diminished,  therefore 

the  volume  is  increased,  and  we  must  multiply  by—* 

«  =  250  X  —  X  —  =  volume  sought. 


USE  OF  LOGARITHMS 

It  may  appesLT  strange  to  give  directions  for  the  use  of  logarithms 
even  in  the  appendix  of  a  book  such  as  this.  But  it  is  stranger  how 
many  students,  when  first  required  to  do  a  problem  involving  the  gas 
laws,  set  about  it  by  the  painfully  tedious  processes  of  long  division 
and  multiplication.  Questioned,  they  acknowledge  a  dim  recollection 
of  logarithms,  but  confess  they  are  unable  to  use  the  tables.  The 
following  brief  summary  is  therefore  given,  to  save  the  time  of  both 
teacher  and  students. 

In  any  system  of  logarithms  some  positive  nmnber  is  selected  as  a 
base,  and  then  all  other  numbers  are  regarded  as  powers  of  this  base. 
U  a*  —  bj  then  x  is  the  logarithm  of  (  in  the  system  of  which  a  is  the 
base. 

Two  systems  are  in  constant  use:  the  natural,  or  Napierian  system, 
of  which  the  base  is  2.718  281 828  4  .  .  .  ,  a  value  denoted  by  e,  selected 
for  reasons  into  which  we  shall  not  enter;  and  the  Briggs,  denary,  or 
decimal  system,  of  which  the  base  is  10.  Natural  logarithms  are 
denoted  by  the  symbol  In,  Briggs  logarithms  by  the  symbol  log. 
The  relationship  between  the  logarithms  in  the  two  systems  is: 
0.434  29  /n  X  =  log  X,  or  2.3026  log  x  =«  /n  x. 

Briggs  logarithms  are  used  almost  exclusively  in  the  calculations  of 
physical  chemistry.  They  consist  generally  of  two  parts:  an  integral 
part,  to  the  left  of  the  decimal  point,  called  the  characteristic;  and  a 
fractional  part,  to  the  right  of  the  decimal  point,  called  the  mantissa. 
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Their  use  much  abbreviates  calculations  because  of  the  following  four 
facts: 

First.  The  logarithm  of  the  product  of  two  or  more  positive  num- 
bers is  the  sum  of  the  logarithms  of  the  numbers. 

Second.  The  logarithm  of  the  quotient  of  two  positive  numbers  is 
obtained  by  subtracting  the  logarithm  of  the  divisor  from  the  logarithm 
of  the  dividend. 

Third.  The  logarithm  of  a  power  of  a  positive  number  is  found  by 
multiplying  the  logarithm  of  the  number  by  the  exponent  of  the 
power. 

Fourth.  The  logarithm  of  the  root  of  a  positive  nimiber  is  obtained 
by  dividing  the  logarithm  of  the  number  by  the  index  of  the  root. 

To  obtain  the  logarithm  of  a  number,  first  look  up  the  mantissa 
in  the  tables.  For  instance,  suppose  the  logarithm  of  745  is  wanted 
and  we  have  a  "  four-place  **  table.  Follow  down  the  left-hand  verti- 
cal colunm  until  the  number  74  is  found,  and  then  follow  the  hori- 
zontal to  the  column  headed  5.    This  gives  the  mantissa  .8722. 

A  simple  rule  to  find  the  characteristic  is  the  following:  If  one 
figure  of  the  original  number  stands  to  the  left  of  the  decimal  point, 
the  characteristic  is  o;  if  two,  the  characteristic  is  i;  if  three,  the 
characteristic  is  2,  and  so  on.  Three  figures  stand  to  the  left  of  the 
decimal  in  745,  and  so  the  characteristic  is  2  and  the  whole  logarithm 
is  2.8722. 

Suppose  the  number  whose  logarithm  we  want  is  7453.  We  find 
from  the  tables  the  mantissa  is  more  than  .8722  and  less  than  .8727. 
It  is  three-tenths  of  the  way  on  from  the  smaller  to  the  larger  mantissa. 
The  difference  is  5,  and  three- tenths  of  5  is  i§.  Four-place  tables 
serve  only  to  furnish  close  approximations  to  the  right  answers,  and 
so  we  neglect  the  half  and  call  the  mantissa  .8723.  Most  tables  have 
columns  containing  proportional  parts  which  facilitate  this  interpola- 
tion.   The  characteristic  of  our  number  is  3,  and  so  the  logarithm  is 

3-8723- 
A  convenient  rule  for  determining  the  characteristic  of  decimal 

fractions  is  to  imagine  a  decimal  just  to  the  right  of  the  first  signifi- 
cant figure  and  then  count  figures  until  the  decimal  is  reached.  The 
number  thus  counted  is  the  characteristic,  and  it  has  a  minus  sign, 
which  is  conveniently  written  over  it.  Thus  the  characteristic  of 
0.003  42  is  3,  the  whole  logarithm  being  3.5340.  The  logarithm  of 
0.237  is  1.3747,  etc.  If,  in  adding  logarithms,  there  is  something 
to  be  carried  to  the  left  of  the  decimal,  it  is  added  to  the  sum  of  the 
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characteristics.  Remember  that  adding  a  positive  value  diminishes 
a  negative  value.  Thus  3.5340  +  1.6231  =  1.1571.  If,  in  subtract- 
ing logarithms,  the  mantissa  subtracted  is  greater  than  the  mantissa 
from  which  it  is  subtracted,  the  sum  of  the  characteristics  is  dimin- 
ished by  I.  Thus,  3.5340  —  0.6231  =  4.9109. 
A  gas  occupied  242.7  cm.'  at  733  nmi.  and  at  17°.    We  wish  to 

7^^        27^ 

know  its  volume  at  760  nmi.  and  0°.   We  have:  x==  242.7  X  -7-  X 

'  '      760      290 

log  242.7  =  2.3850  log  760.  =  2.8808 

log  733-    =  2.8651  log  290.  =  2.4624 

log  273.    =  2.4362  5-3432 

7.6863 

5-3432 

2.3431  =  log  of  answer. 

Look  up  this  mantissa  in  the  table  and  write  the  number  correspond- 
ing to  it  (2203)  without  regard  to  the  decimal.    To  have  the  charac- 
teristic 2,  there  must  be  three  numbers  to  the  left  of  the  decimal, 
therefore  the  answer  is  220.3. 
Find  the  third  power  of  63.7. 

log  63.7  =  1.8041 

3 

54123 

This  logarithm  we  find  from  the  tables  corresponds  to  the  number 
258  400,  which  is  a  close  approximation  to  the  answer.  If  a  closer 
approximation  is  desired,  five-  or  six-place  logarithm  tables  must  be 
used. 

Find  the  cube  root  of  63.7.  log  63.7  =  1.8041.  Divide  this  by  3 
and  we  get  0.6014.  This  logarithm  corresponds  to  the  number  3.994, 
which  is  then  a  close  approximation  to  the  answer. 

Find  the  cube  root  of  0.064.  log  0.064  =  2.8062.  Here  it  is  con- 
venient to  rewrite  the  logarithm:  2.8062  =  8.8062  —  10. 

3)8.8062  --  10 

2.9354-    3.3333 

3.3333 

1.6021 

and  this  logarithm  corresponds  to  the  number  0.400,  which  is  the 
answer. 
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THE  USE  OF  EXPONENTS 

One  more  thing  students  often  seem  to  have  f oigotten  by  the  time 
they  undertake  the  study  of  physical  chemistry  is  the  use  of  ex- 
ponents to  denote  very  large  or  very  small  values.  The  fcdlowing 
brief  statement  wiU  serve  as  a  reminder: 

i6*  =*  loo;    ID*  =  I  GOO  GOO,  etc. 
lo^  =    lo;    ID®  =  i;    io~^  =  o.i; 

lO   «  =  O.OOO  CGI  =  =  -—i* 

lOOOOOO        IGT 

By  using  minus  exponents  we  may  write  a  fractional  expression  on 

one  line.    For  instance,  velocity  is  a  distance  divided  by  a  time; 

cm* 
velocity  =  — '-'    We  may  write,  velocity  =  sec.""^  cm. 


m  >y  nn^  rtm-\-n  V^=''^  a*  si  y/i 


a" 


(%/a)'"='7a"*  a«='7a"» 


Va  ^b  =  \Jab 


(a  +  h)  (a  -  6)  =  a^  -  6*. 

(a  +  6)2  =  a2  +  2aA  +  6*. 

{a-hy  =  a^-  2ab  +  h\ 

(a  +  6)»  =  a»  +  3  a'6  +  3  ab^  +  6». 

(a  -  6)»  =  a^  -  3  a^ft  +7,aV^-  b\ 


METRIC  SYSTEM  AND  SOME  EQUIVALENTS 

Meters. 

loooo  Myriameter  6.2137  miles. 

I  OCX)  Kilometer  0.62137  mile, 

loo  Hectometer  328  feet  i  inch, 

lo  Dekameter  393 . 7  inches. 

I  Meter  39-37  inches. 

0.1  Decimeter  3.937  inches. 

0.01  Centimeter  0.3937  inch, 

o.ooi  Millimeter  0.03937  inch. 

o .  000  001    Micron  o .  000  039  3  7  inch. 
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10,000  square  meters    Hectare 
100  square  meters    Are 
I  square  meter     Centare 
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2.471  acres. 

1 19. 6  square  yards. 

1550  square  inches. 


Liten. 

Dry  measure. 

Liquid  measure. 

1000 

Kiloliter  or  sterc 

• 

\,  1 .308  cubic  yards        264. 1700  gallons. 

100 

Hectoliter 

(  2  bushels  and  3.35  ) 
(     pecks                    J 

26.4170  gallons. 

10 

Dekaliter 

9.08  quarts 

2.6417  gallons. 

I 

Liter 

0.908  quart 

1.0567  quarts. 

O.I 

Deciliter 

6.1022  cubic  inches 

08450  gill. 

O.OI 

Centiliter 

0.6102  cubic  inch 

0.3380  fluid  ounce. 

O.OOI 

Milliliter  (cm.» ) 

0.0610  cubic  inch 

0.2700  fluid  drachm 

Gnuns. 

Volnme  of  water  which  at  4*  has  this  weight. 

Avoirdapois  measure. 

1 000  000 

Millier  or  tonne^u    i  cubic  meter 

2204.6  pounds. 

100  000 

Quintal 

I  hectoliter 

220.46  pounds. 

10  000 

Myriagram 

10  liters 

22.046  pounds. 

1000 

Kilogram 

I  liter 

2 .  2046  poimds. 

100 

Hectogram 

100  cubic  centimeters 

3.5274  ounces. 

lO 

Dekagram 

03527  oimce. 

I 

Gram 

I  cubic  centimeter 

15-4320  grains. 

0. 

I      Decigram 

I  5432  grains. 

0. 

01    Centigram 

0.15432  grain. 

0. 

001  Milligram 

I  cubic  millimeter 

0.01543  grain. 

laSCBLLANEOUS  DATA  AND  FORMULA 

I  pound  avoirdupois 453-6       grams. 

I  ounce  avoirdupois 28.35     grams. 

I  grain  avoirdupois 0.0648  grams. 

One  cubic  foot  of  water  =  6.24  gallons;  at  16.6^  C.  weighs  62.24  lbs. 

One  horse  power  =  33  000  foot-pounds  per  minute  =  746  watts. 

V  =  3.141  59. 

Let  the  radius  of  a  circle  =  r  and  its  diameter  =  D.  Then  Z>  =  2  r ; 
the  drciunference  =  2  tt;  the  area  =  2  tt*. 

Let  the  radius  of  a  sphere  =  r .  Then  the  surface  area  =  4  irr' 
and  the  volume  =  J  xH. 

Area  of  a  triangle  with  base  b  aid  height  h^\bh. 
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ABBf  refractometer,  190. 
Abnormal  osmotic  pressure,  220. 

vapor  densities,  1 70. 
Absolute  measures,  19,  21. 

temperature  scale,  34. 

zero,  ss,  138. 
Absorption  bands,  105. 

Bunsen's  coefficient  of,  332. 

of  rays,  129. 

of  X-rays,  114. 

photochemical,  504. 
Acceleration,  19. 
Accumulators,  see  Storage  cells. 
Adds,  affinity  constants  of,  388. 

basicity  of,  460. 

dissociation  constants  of,  385. 

division  of  a  base  between,  386. 

strength  of,  72,  385. 
Actinium,  123. 

Actinochemistiy,  24,  502  el  seq. 
Actinometer,  506. 

electrochemical,  508. 

mercuric  oxalate,  507. 

silver  chloride,  507. 
Action  of  light  in  photography,  511. 
Additive  properties,  194. 
Adhesion,  75. 
Adiabatic  expansions,  255. 
Adsorption,  heat  evolved  during,  241. 

of  dissolved  substances,  241. 

of  gases,  240. 

of  liquids,  241. 
"Advanced"  subjects,  38. 
Affinity,  chemical,  13,  6i8  et  seq^  77. 

tables,  69. 
Affinity  constants,   in   other  solvents 
than  water,  388. 

of  acids  (table),  387. 

of  bases  (table),  388. 
Agglutination,  248. 
Aggregation,  conditions  of,  32. 
Air,  liquefaction  of,  258  et  seq. 
Alberhis  Magnus^  70. 
Alchemists'  views,  69. 
Allotropic  forms,  energy  contents  of, 
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Allotropy,  83. 

Alloys,  239. 

Alpha  rays,  123,  124. 

Amagaty  156. 

Amalgam  electrodes,  479. 

Amicrons,  252. 

Ammeter,  425. 

Amonlon,  32,  139. 

Amorphous  solids,  37,  196. 

Ampere,  A.  if.,  426. 

Ampere,  426. 

Amperemeter,  425. 

Ampere's  rule,  425. 

Amphoteric  electrolytes,  448. 

Analysis,  electrochemical,  489. 

of  water,  59. 

sugar,  230. 
Andrews'  isotherms,  154,  260. 
4ndrewSf  Thomas^  154,  262. 
Angstr5m  units,  99. 
Anions,  222,  223,  431. 
Anisotropic  substances,  200. 
Anode,  431. 
Anode  rays  (canal  rays),  115,  124. 

nature  of,  119. 
Apparent  mass,  130  el  seq. 
Approximations,  11. 
Archimedes  spiral,  96. 
Areometer,  175. 
Argon,  discovery  of,  22. 

group,  92. 
ArisloUe,  56. 
Armstrong,  273. 

Arrhenius,  5.,  188,  221,  389,  436,  503, 
Arrows,  use  of,  43. 
Artificiality  of  classifications,  37. 
d'Arsonval  galvanometer,  425. 
Association,  and  freezing  point,  326. 

inferences  regarding,  375. 

in  liquids,  179,  180,  185. 
Aston,  185. 

Astrophysics,  see  Stellar  chemistry. 
Asymmetric,  atoms,  233,  234. 

molecules,  234. 
Atom,  56,  57,  61,  62,  109,  132. 
Atomic  heat,  65. 
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Atomic,  refraction,  194, 195. 

theory,  41,  56  «<  seq. 

volume,  92. 
of  liquids,  177  et  seq. 

weight,  41,  43,  57,  i9S- 
selection  of,  42  et  seq, 
table,  54. 
Atomidty,  58. 
Atoms,  in  &ced  positions,  84. 

not  ultimates,  120. 
Attraction    hypothesis    (regarding  os- 
mosis), 216. 
Attributes,  17. 
AusteUf  RobertSf  239. 
Autocatalysis,  368. 
Available  energy,  27. 
Avogadro's  theory,  11, 62, 135, 150, 157. 

applied  to  solutions,  221. 

deduction  of,  141. 
Axes,  crystal,  197. 

optical,  201. 

Balanced  action,  277,  373. 

Baly,  E.  C,  C,  103. 

Bancroft,  W,  />.,  296,  484. 

BarloWf  W,,  203. 

Barnes,  36,  405. 

BarM,  F.  £.,  219. 

Base,  division  of,  between  two  adds, 

386. 
Bases,  affinity  constants  of,  388. 
Basidty  of  adds,  460. 
Batteries,  gravity,  473. 

primary  and  secondary,  472. 

storage,  effidency  of,  497. 

see  also  Cells. 
Baume,  C,  157. 
Bayley,  R.  C,  509. 
BayneSf  156. 
Beckmann^  317. 
Beckmann  Uiermometer,  314,  408. 

table  of  corrections  for,  317. 
Becquerelj  A.  C,  508. 
Becquerelj  A.  E.,  517,  518. 
Becquerel,  A.  H.j  121. 
BehrettSy  H.,  197. 
Belief,  15. 
Belioc,  238. 
Benedicks,  C,  240. 
Benzene  ring,  58. 
Bergmann,  T.  O.,  71,  75. 
Berkeley,  Earl  of,  212. 
Bernoulli,  D.,  135. 
Berthdot,  D.,  157. 
Berthelot,  P.  E.  M.,  73,  238,  379,  404, 

407,  420,  421. 
Berthollet,  C.  L.,  59,  71,  75,  352,  353, 

355,  506. 
Berzelius,  J.  J.,  59,  60,  73,  366. 


Beta  rays,  123,  124. 

Bigdow,  S,  L,,  219,  244,  316,  369, 

BUtz,  H,,  159. 

Bimolecular  reactions,  358. 

Binary  electrolytes,  388. 

Biot,  J.  B.,  2$i, 

Birotation,  229. 

Bivariant  system,  291. 

"Black  body,"  loi. 

Bleier  and  Kohn  (9r  Lumsden)  method, 

167  et  seq. 
Boerhaave,  H.,  70,  71. 
Boiling  point,  23,  279  el  seq. 

and  critical  temperature,  283. 

below  melting  point,  287. 

constancy  of,  280. 

corrections  to,  281. 

determination  of,  281. 

graphical  representation  of,  280. 

raising  of,  and  vapor  pressure,  312. 

regularities  in,  282. 
Boiling-point  method,  31J  el  seq, 

as  measure  of  dissociation,  323. 

formula,  313. 
de  Boisbaudran,  L.,  103. 
Bodenstein,  if.,  376,  377. 
Bolometer,  loi. 
BoUwood,  b.  B.,  124. 
BoUzmann,  136,  141. 
Bomb  calorimeter,  407. 
"Bonds,"  85. 
Boscovich,  133. 
Bott,  167. 

Boyie,  Robert,  32,  56,  69. 
Boyle's  law,  12,  32. 

applied  to  solutions,  212. 

deduction  of,  140. 
Branching  circuit,  calculating  current 

in,  429. 
Bredig,  G.,  250,  367,  368,  421,  443. 
Bridge,  Wheatstone,  429. 
British  thermal  unit,  405. 
Brownian  movement,  146,  216,  252. 
Brown,  Robert,  146. 
Bufon,  75. 

Bunsen,  R.  W.,  103,  312,  407,  506,  507. 
Bunsen's,  coeffident  of  absorption,  332. 

molecular  weight  method,  142. 
Burgess,  C.  H.,  507. 
Burning  limestone,  399. 


Cadmium  standard  ceD,  468. 
Cailleiet,  255. 

Caldum  carbonate,  dissociation  of,  399. 
Calculation,  of  degree  of  dissodation  of 

gases,  172. 
of  quantities  present  at  equilibrium, 

380. 
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Calibration  of  wheatstone  bridge  wire, 

430. 
Callendar,  36,  405. 
Calomel  electrode,  481  ei  seq. 
Calorie,  small,  large,  average,  35,  404, 

405. 
Calorimeter,  149,  405  et  seq. 

bomb,  ice,  steam,  407. 

water,  406. 

Canal  rays  (anode  rays),  115,  124. 

Capacity  factor,  of  cdl,  439. 

of  chemical  energy,  77  ^  seq. 

Capacity  for  chemical  combination,  78 

et  seq. 

indicating,  81. 

Capacity,  specific  induction,  463. 

Capillary,  constant,  181  et  seq. 

dectrometer,  469. 

phenomena,  181  et  seq. 

structure  of  osmotic  membranes,  219. 

structure  of  solutions,  220. 
Carbon  monoxide  poisoning,  105. 
Carbon  process,  515. 
Camoty  Sadiy  26. 
Carrara^  C,  462,  464. 
Carriers  of  energy,  28,  112,  132. 
Catalysis,  365  et  seq. 

and  equilibrium,  403. 

negadve,  369. 
Catalytic  effect,  and  concentration  of 
catalyzer,  367. 

of  light,  505. 

01  metals,  241. 
Cataphoresis,  252,  455. 
Cathode,  431. 
Cathode  rays,  103,  114,  124. 

nature  of,  115  e^  seq. 
Cations,  222,  223,  431. 
Cause,  13. 
Cell,  capacity  factor  of,  439. 

"chloride,"  495. 

concentration,  473. 

for  conductivity  method,  437. 

in  general  upon,  473. 

lead-sulphuric  acid,  494. 

nickel-iron-alkali,  500. 

reversible  and  nonreversible,  473. 

standard,  468. 

storage,  494. 

temperature  coefficient  of,  491. 

voltaic,  galvanic,  473. 
Celsius  scale,  33. 
Centigrade  scale,  33. 
Cermakf  P.,  127. 
Chalcolite,  122. 
de  CkancourtoiSf  B.,  89. 
Chapman^  D.  Z,.,  507. 
Charge,  on  a  corpuscle,  117,  118. 

on  an  ion,  222. 


Charles'  law,  32. 

Chemical  action  at  low  temperatures, 

140. 
Chemical  affinity,  13,  77. 
Chemical  compound,  39,  40. 
Chemical  dynamics,  352. 
Chemical  energy,  23,  68  ei  seq,  83. 
capacity  factor  of,  77. 
division  of,  into  factors,  76,  80. 
.    intensity  factor  of,  76. 
Chemical   energy,   and   electrical   en- 
ergy, 490. 
and  radiant  energy,  507. 
Chemical  equilibrium,  71,  265,  371  et 
seq. 

in  heterogeneous  systems,  393. 
Chemical  kinetics,  mechanics,  352. 
Chemical  notation.  39. 
Chemical  philosophy,  4. 
Chemical  potential,  77. 
Chemical  processes,  23. 
Chemical     reactions,     all     reversible 
^72. 

equihbrium  in,  371  el  seq, 

velocity  of,  352  et  seq. 
Chemical  sensitizing,  514. 
Chemical  statics,  352. 
"Chloride"  ceUs,  495. 
Ciamiciany  G.,  506. 
Circularly  polarized  light,  201. 
Clapeyron-Clausius  formula,  302. 
Clark  standard  cell,  469. 
Classification,  may  be  overdone,  374. 

of  crystals,  197. 

of  energies,  23. 

of  organic  chemistry,  85. 

of  solutions,  206. 
Classifications  are  artificial,  37. 
ClausiuSf  136,  151. 
Clausius-Clapeyron  formula,  302. 
Clementf  366. 

Clerk'MaxweUy  see  Maxwell. 
Clifford,  W.  K.,  16. 
Clouds,  formation  of,  269. 
Coagulation,  247. 
Coefficient,  absorption  (table),  332, 333. 

distribution  or  partition,  350. 

economic,  301. 

isotonic,  220. 

of  solubility,  332. 
Coefficient,  temperature,  of  a  cell,  491. 

of  processes,  304. 

of  standard  cells,  469. 
Cohesion,  75,  83. 
Cohesion,  specific,  182. 
CoUigative  properties,  213. 
Collins  y  E.f  434. 
Collodion,  membranes,  244. 

process,  509. 
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CoUoidal  particles,  size  of,  251. 
Colloidal  solutions,  37,  243  et  seq, 

of  metals,  Bredig's  method,  250. 
CoUoids,  243. 

protecting,  248. 
Color  of  ions,  384. 
Combining  capacity,  78  et  seq. 
Combining  gas  laws  to  one  expression, 

34. 
Combining  volumes,  law  of,  41. 

use  in  selecting  symbol  weights,  47 
et  seq. 
Combining  weights,  40,  43. 
Combustion,  heat  of,  408. 

qx)ntaneous,  365. 
Comparison  of  measurements,  147. 
Compensation  method,  Poggendorff's, 

467. 
Compensation  within  the  molecule,  234. 
Complete  equilibrium,  270. 
Complex  ions,  396,  447. 

disisociation  of,  397. 
Component,  265  et  seq. 

and  order  of  equilibrium,  373. 
Compressed  seconds,  20. 
Compressibility  of  liquids,  180. 
Compression,  isothermal,  262. 
Concentration,  207. 

cells,  473,  478. 

critical,  257. 

of  a  solid  is  a  constant,  400. 
Condensed  system,  292. 
Conditions,  corresponding,  177,  272. 

reduced  equation  of,  273. 
Conditions  of  aggregation,  32. 

indicating,  in  energy  equations,  410. 
Conductance,  429. 

specific,  438. 
Conduction,  eCfected  by  individual  ions 
(table),  450. 

mechanism  of,  436. 

of  heat  by  gases,  147. 

of  heat  by  dissociated  gases,  174. 
Conductivity,  equivalent  (table),  441. 

for  heat  and  electricity,  93. 

method,  437. 

molecular,  439. 

of  fused  and  solid  salts,  464. 

of  nonaqueous  solutions,  462. 
Conductors  and  nonconductors,  431. 
Conservation,  of  energy,  law  of,  25. 

of  mass,  law  of,  29. 
Constant  boiling-point  mixtures,  308. 
Constant,  dielectric,  463. 

the  dissociation,  378. 
Constant  heat  summation,  law  of,  408. 
Constants,  affinity  (table),  387. 

critical,  258. 

dissociation  (table),  385. 


Constants,  van  der  Waab',  157,  158. 
Constituents,  ultimate,  39. 
Constitution,  and  the  di^odation  con- 
stant, 456  et  seq. 

and  viscosity,  188. 
Constitutive  properties,  84. 
Continuity,  56  et  seq. 

principle  of,  37. 
Conventions  in  formulae,  85. 
Copper  ferrocyanide  membranes,  209. 
Copper,  refining,  490. 
Copper  sulphate  hydrates,  400. 
Corpuscles,  charged,  109. 
Corrections,  van  der  Waals*,  155  et  seq. 
Corresponding  conditions,  177,  272. 
Coulomb^  C.  A.y  186,  426. 
Coulomb,  the,  426. 
Coulometers,  433  et  seq. 
Counting  ions,  118,  119. 
Covolume,  179. 

of  solids,  205. 
Critical  concentration,  257. 

constants,  258,  271. 

density,  257. 

point  of  solubility,  334. 

pressure,  256. 

temperature,  183,  255,  256. 

temperature  and  boiling  point,  283. 
CrookeSf  Sir  WiUiaiHy  96,  97,  103,  113. 
Crookes  tubes,  103,  113. 
Cryohydrates,  343,  345- 
Cryohydric  points,  342,  349. 
Crystal  forms,  inferences  from,  203. 
Crystal  systems,  Weiss',  197. 
Crystalline,  liquids,  204. 

solids,  37,  196. 
Crystallization,  luminescence,  516. 

water  of,  400. 
Crystalloids,  243. 
Crystallography,  197  et  seq. 
Crystals,  liquid,  204. 

in  polarized  light,  202. 

properties  of,  199  et  seq. 
Curie,  P.  and  Mme.,  103. 
Curiey  Mme.  P.,  113,  122,  123,  124,  125. 
Current  density,  434. 
Current,  direction  of,  431. 

residual,  488. 
Cur\'e  of  atomic  volumes,  93. 

of  density,  93. 

of  melting  points,  93. 
Cycle,  298. 

DaguerrCy  509. 

Daguerre's  process,  509. 

Daltofiy  Johtty  4, 33, 40, 41,  57,  59,  61,  72. 

Dal  ton's  extension  of  Henry's  law,  333. 

Daniell  cell,  473. 

Dark  stars,  105. 
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Debieme,  A.,  123,  125. 
Decomposition  potentials,  486  et  seq. 
Deduction,  15. 
Definite  and  multiple  proportions  by 

weight,  law  of,  40. 
Degree  of  dissociation.  442. 

of  acetic  acid  (table),  451. 

of  gases,  172. 
Degrees  of  freedom,  267. 
Delta  rays,  128. 
Densities,  vapor,  159  fl  seq. 
Density,  31. 

change  of  with  cooling,  140. 

critical,  257. 

current,  434. 

curve  of,  93. 

of  luminiferous  ether,  in. 

of  liquids,  175. 
Derty  L.y  509. 
DesormeSy  366. 

Determining  order  of  a  reaction,  361. 
Development,  photographic,  511. 
DeviUey  H.  Sie,  C,  170,  401. 
Dew,  269. 

Dewaff  Sir  James ,  139,  240,  '258. 
Dewar  flasks,  259. 
Dextrogyratoiy,  229. 
Dialysis,  243. 

Diameters,  probable,  of  molecules,  144. 
Dichroism,  249. 
Dielectric  constant,  463. 
Differences  of  state,  83. 
Diffusion,    as    method    for    molecular 
weights,  214. 

fractional,  142. 

in  solids,  238. 

of  gases,  136. 

of  solutes,  208. 

through  hydrogels,  246. 

through  jellies,  214. 

velocity  of,  142. 
Dilatometer,  292. 
Dilute  solutions,  207,  410. 
Dilution  and  molecular  conductivity, 
440. 

heat  of,  408. 

"infinite,"  440. 
Dilution  law,  Ostwald's,  383,  455. 
Dimensions,  18. 
Dimorphous  substance,  199. 
Direction  of  current,  431. 
"Direction  of  preference,"  86. 
Discontinuity,  56  et  seq. 
Disintegration,  end  product  of,  128. 
Dispersed  S3rstem,  246. 
Dispersion,  99. 

rotary,  226. 
Dissociated,  elements,  107. 

gases,  conduction  of  heat  by,  174. 


Dissociation,  and  explosives,  174. 
and  lighting,  173. 

and  lowering  of  freezing  point,  326. 
as  explanation  of  constant  heat  of 

neutralization,  419. 
as  explanation  of  thermoneutrality, 

418. 
calculation  of  dilution  for  a  definite, 

458. 
degree  of,  442,  451. 

effect  on  equilibrium,  378. 

inferences  regarding,  375. 

measurement   by   boiling  point 
method,  322. 

measurement    by    conductivity 
method,  437. 
Dissociation  of  calcium  carbonate,  399. 

of  complex  ions,  397. 

of  gases,  170  f/  seq. 

of  iron,  108. 

of  water,  461. 

pressure,  398. 
Dissociation  constants,  378. 

and  chemical  constitution,  456  et  seq. 

and  Ostwald's  dilution  law,  455. 

table  of,  385. 
Dissociation  theory,  argument  for,  451. 

compared  with  atomic  theory,  221, 
224. 
Distillation,  fractional,  308. 

with  steam,  333. 
Distribution  coefficient,  350. 
Divariant  system,  291. 
Division  of  a  base  between  two  acids, 

386. 
Division  of  chemical  energy  into  fac- 
tors, 76. 
Doebereineff  J.  IF.,  88. 
Doebereiner's  triads,  88,  92. 
Dolezalek,  F.,  494,  500. 
Donnatif  362. 
Doppler  effect,  104. 
"Double  bond,"  178. 
Double-layer  theory,  471  et  seq^  479. 
Double  refraction,  200. 
Double  salts,  238. 
Double  stars,  104. 
Draper,  506. 

Dropping  electrode,  480. 
Drucker,  423. 
Dry  batteries,  246. 
Dry  plate  process,  510. 
Dry  plates,  246. 
Dualistic  system,  73  et  seq. 
Dubrunfautf  244. 
Dulongy  P.  £.,  64. 

Dulong  and  Petit's  law,  47,  64  et  seq, 
Dumas,  J.  B.,  4,  58,  87,  89. 
Dumas  method,  160  et  seq. 
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DtUrochet,  209. 

Dyed  fibers,  239. 

Dynamic  method  for  measuring  vapor 

pressure,  281. 
Dynamics,  chemical,  352. 
Dynamides,  130. 
Dyne,  30. 
Dyson f  C,  167. 

Ebulution,  279. 

Economic  coefficient,  301. 

Edeff  J.  M.y  506,  509. 

Edison  cell,  500. 

Efficiency  of  storage  batteries,  497. 

Efflorescence,  401. 

Elasticity  of  molecules,  137. 

of  solids,  196. 
Elective  attractions,  71. 
Electrical,  analogy,  73. 

endosmosis,  454. 
Electrical  energy,  423. 

and  chemical  energy,  490. 

converting  heat  directly  to,  493. 

factors  of,  425. 
Electricity,  423. 

unit  quantity  of,  433. 

wave  lengths  of,  100. 
Electrochemical,  actinometer,  508. 

series,  73,  482  et  seq. 
Electrochemistry,  24,  423  et  seq. 
Electrode,  amalgam,  gas,  479. 

calomel,  481. 

dropping,    hydrogen,    normal,    zero, 
480. 

potential  at  an,  475. 
Electroluminescence,  515. 
Electrolysis,  431. 
Electrolytes,  222. 

amphoteric,  448. 

measuring  resistance  of,  430. 
Electrolytic  dissociation  theory,  221  «/ 

seq^  436  el  seq. 
Electromagnetic,  rotation,  235. 

theor>',  no. 
Electrometer,  capillary,  469. 
Electromotive  force,  426,  427. 

calculation  of,  478,  489. 

measurement  of,  466  et  seq. 

of  lead  storage  cell  (table),  496. 
Electromotive  series  (table),  482  et  seq. 
Electron,  132,  200. 
Electrons  and  ions  in  solution,  222. 
Electron  theory,  88,  112,  113,  424. 

utility  of,  132. 
Electroscope,  121. 
Electrostenolysis,  455. 
"Elementary"  subjects,  38. 
Elements,  39,  121. 

are  complicated  compounds,  109. 


Elements,  changing,  125. 

isomorphism  of,  199. 

stability  of,  129. 
Elliptically  polarized  light,  201. 
Emission  of  light,  515. 
Empirical,  formula,  53. 

knowledge,  8. 
Emulsion,  37. 

Enantiomoiphous  forms,  232. 
Enantiotropy,  296. 
Endosmosis,  209. 

electrical,  454. 
Endothermic    compounds,    increasing 

the  yield  of,  403. 
End  product  of  disintegration,  128. 
Energy,  21  et  seq. 

available,  27. 

carriers  of,  28. 

classification  of,  23. 

conservation  of,  25. 

electrical  and  chemical,  490. 

equations,  409  et  seq. 

factors  of  heat,  404. 

free,  27. 

potential,  23. 

radiant.  502. 

table  of  and  factors,  25. 

total,  26. 

view,  112,  147. 
Enzymes,  368. 
EottfUs,  185. 
Equation,  Helmholtz',  492. 

of  conditions,  273. 
Equations,  4^,  43. 

energy,  409. 
Equilibrium,  264  et  seq. 

and  catalysis,  403. 

between  calcium  carbonate,  lime  and 
carbon  dioxide,  399. 

between  gas  and  solution,  375. 

between  oxides  of  nitrogen,  421. 

between  pure  liquid  and  vapor,  374. 

between  saturated  solution  and  solid, 

393- 
between  solids  and  gases,  397. 

between  water  vapor,  hydrogen  and 
iron,  401. 

calculation  of  quantities  at,  380. 

chemical,  71. 

complete,  270. 

constant,  37^. 

effect  of  addmg  one  product  on,  381. 

effect  of  change  in  volume  on,  382. 

effect  of  presence  of  dissociation  prod- 
ucts, 378. 

effect  of  pressure  on,  377  rf  seq. 

effect  of  temperature  on,  402. 

formulation  of,  372. 

general  law  regarding,  285. 
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Equilibrium,    heterogeneous,  physical, 

374,  376. 
van't  Hoff's  law  of  mobile,  336. 
homogeneous,  376. 
homogeneous  and  heterogeneous,  264. 
homogeneous  in  liquids,  379. 
homogeneous  in  solutions,  382  et  seq. 
in  chemical  reactions,  371  el  seq, 
in  solid  phase,  393. 
labile,  270. 
mobile,  271,  402. 
order  of,  267,  373. 
physical  and  chemical,  265. 
same,  approached  from  either  side, 

371. 
stable  and  metastable,  268. 

Equivalence,  72,  79. 

Equivalent  conductivities  (table),  441. 

Equivalent    conductivity,    calculating, 

449. 
maximum,  449. 

of  acetic  add  solutions  (table),  451. 
Equivalent,  mechanical,  of  heat,  36. 
Equivalent  weight,  44,  60,  78  et  seq. 
Erdmanftf  96. 
Erg,  31. 

Etch  figures,  203. 
Ether,  limiiniferous,  no  e^  seq, 
Eutectic  mixtures,  349. 
Evaporation,  278. 
Evolution,  inorganic,  98  et  seq. 
Exceptions  to  periodic  law,  95. 
Exosmosis,  209. 
Explanation,  13. 
Explosives  and  dissociation,  174. 
Exponents,  use  of,  524. 
External  conditions,  influence  of,  71. 
Extinction,  photochemical,  507. 
Extraction,  process  of,  351. 


Factors  of  energy,  24. 

Fahrenheit  scale,  33. 

Fall  in  potential,  428. 

Faraday,  M.,  58,  84,  133,  i45,  222,  235, 

249,  254,  255,  424,  433,  463. 
Faraday,  the,  433. 
Faraday's  law,  60,  432  fl  seq. 
Faraday's  opinion  of  the  atomic  theory, 

Faraday's  tubes  of  force,  120. 

Fekling,  506. 

Ferric  chloride  hydrates,  solubilities  of, 

347  et  seq, 
Peusld,  181. 

Figure  eight  periodic  chart,  96. 
Findlay,  Alexander,  3,  159,  296,  423. 
"Firefly,"  518. 
First  law  of  thermodynamics,  297. 


First  order  reactions,  355. 

Fischer,  N.  W.,  209. 

Fixation  of  ions,  intensity  of,  488. 

Fixing  negatives,  513. 

Fluorescence,  516  e^  seq. 

Fluorescent  screens,  115. 

Flusin,  G,,  220. 

Force,  31. 

Formation,  heat  of,  408. 

Formula  of  hydrogen,  50. 

of  phosphorus,  50. 
Formula  volume,  49. 
Formula  weight,  43,  63. 
Formulae,  41,  43. 

empirical,  53. 

molecular,  55. 

structural,  81  et  seq. 
Formulation,  10. 
Formulation  of  the  kinetic  theory,  137 

et  seq. 
Fraction  dissociated,  451. 
Fractional  distillation,  theory  of,  308. 
Fractions  of  s3anbols  excluded,  44. 
Frauenhofer,  /.,  103. 
Freedom,  degrees  <rf,  267. 
Free  energy,  27. 

Free  path,  mean,  of  a  molecule,  143. 
Freezmg  mixtures,  346. 
Freezing  point,  23. 

determination  of,  284,  324. 
Freezing-point  method,  323  rf  seq. 
Freund,  Ida,  58,  68. 
Freundlkh,  H.,  243,  455. 
Friction,  internal,  see  Viscosity. 
Fundamental  definitions,  17. 
Fusion,  heat  of,  408. 


Galvanic  cells,  473. 
Galvanometer,  425. 
Gamma  rays,  123,  124. 
Gas,  32. 

Gas  constant,  35. 
Gas  electrodes,  479. 
Gaseous  solutions,  206. 
Gases,  135  et  seq. 

dissociation  of,  lyo  et  seq, 

liquefaction  of,  253  et  seq, 

monatomic,  153. 

permanent,  254. 

problems,  520. 

solution  of,  331. 

^>edfic  heats  of,  149. 

viscosity  of,  189. 
Gas  laws,  32. 

application  in  problems,  f  20. 

combining  to  one  expression,  34. 

exceptions  to,  154. 
Gas  mantle,  100. 
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Gauss,  i8i,  509. 
Gay-Lussac's  gas  law,  32. 

applied  to  solutions,  212. 

deduction  of,  140  el  seq. 
Gay-Lussac's  law  of  combining  vol- 
umes, 41,  61. 
Geissler  tubes,  see  Crookes  tubes. 
Gelatine  plates,  510. 
"Gels,"  246. 
Gemberlingy  244. 
General  chemistry,  4. 
Generalization,  10. 
Genesis  of  the  elements,  97. 
Geofroy,  £.  F.,  69,  71. 
Getman,  F.  H.,  159,  423. 
Gibbs'  phase  law,  263  et  seq. 
Glass,  colored,  239. 
Goldbergs  £.,  506. 
Goldschmidi,  388. 
Goniometer,  198. 
Graham  J  T.,  243,  244,  249. 
Gram,  30. 

Gram-centimeter,  31. 
Graphic  formulae,  82. 
Gravitation  analogy,  74. 
Gravitation,  Newton's  law  of,  28. 

constant,  29. 
Gravity  battery,  473. 
Grolhy  P.f  203. 
GriUzmacher,  317. 
Grunmachy  185. 

Guldberg,  C.  M.,  59,  72,  283,  355,  379. 
Guthrie,  349. 
Guye,  P.  A.,  157,  283. 
Gyroscope,  131. 


Hale,  G.  £.,  104. 
Half  period,  126. 
Half-shadow  polariscope,  227. 
Hamburger y  H.  J.,  220. 
Hampson,  258. 
Hardin,  W.  L.,  254. 
Hardness  of  water,  measuring,  462. 
Hartley,  E.  G.  J.,  212. 
Hautefeuille,  376. 
Haiiy,  R.  7.,  203. 

Heat,  amount  of  which  can  be  con- 
verted to  work,  300. 

a  mode  of  molecular  motion,  138. 

atomic,  65. 

capacity,  36,  406. 

capacity  of  one  atom,  67. 

conduction  by  dissociated  gases,  174. 

conduction  by  gases,  147. 

effect,  416. 

effect  in  a  wire,  491. 

energy,  factors  of,  404. 

evolution  of,  from  radium,  127. 


Heat,  law  of  constant,  summatioiiy  408. 
mechanical  equivalent  of,  36. 
molecular,  66,  150. 
motion  not  electron  motion,  140. 
nature  of,  154. 
of  combustion  of  hydrocarbons  (table), 

416,  417. 
of  dissociation,  419. 
of  formation  of  carbon  monoxide,  409. 
of  formation  of  dilute  solution   of 

ammonium  sulphate,  409. 
of  formation  of  hydrocarbons  (table), 

416,  417. 
of  formation  of  organic  compounds, 

414,  415- 
of  formation  of  water  from  its  ions, 

.  419- 
of  liquefaction,  284. 
of  neutralization,  406,  419. 
of  organic  reactions,  417. 
of  reaction,  72. 
of  reaction  and  formation  (table), 41 2, 

413; 

of  reaction,  calculation,  from  heat  of 
formation,  411. 

of  solution  (table),  413,  414. 

of  sublimation,  287. 

of  the  earth,  128. 

of  transformation,  292. 

of  vaporization,  278,  279. 

of  vaporization,  calculation  of,  302. 

specific,  35,  36,  65,  66,  67. 

specific  of  gases,  149  e/  seq. 

value  of  change  in  volume,  415. 

value  of  the  gas  constant,  415,  416. 

wave  lengths  of,  100. 
Heimrod,  G.  W.,  434. 
Helium,  evolution  of,  124. 
HelmhoUz,  186,  470,  472,  479,480. 
Helmholtz's  equation,  492. 
Hemihedry,  198. 
Henry,  470. 
Henry's  law,  332. 

Dalton's  extension  of,  333. 

exceptions  to,  375. 
Herz,  ir.,  370. 
Hess,  G.  H.,  408,  418. 
Hess'  law  of  thermoneutrality,  418. 
Heterogeneous  chemical  equilibrium  be- 
tween solids  and  gases,  397. 
Heterogeneous   equilibrium,    264,    374 

et  seq. 
Heterogeneous  systems,  352. 

chemical  equilibrium  in,  393. 
Heydweiller,  460. 
Histories  of  chemistry,  68. 
Hiiiorf,  J.  W.,  113,  442,  449. 
Hdber,  R.,  220. 
Hopfner's  method,  490. 
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van*t  Hoff,  J.  H.,  3,  73,  211,  212,  214, 
215,  220,  221,  233,  237,  3SS,  358, 

364,  371,  383*  384,  402,  421. 
van't  Hoff's  law  of  mobile  equilibrium, 

Hofmami  method,  163. 
Hokmannj  382. 
Holbarfty  Z,.,  423. 
Homeomorphism,  198. 
Homogeneous  equilibrium,  264. 

in  the  gaseous  phase,  376  f/  seq. 

in  liquids,  379. 

in  solid  phase,  393. 

in  solutions,  382. 
Homogeneous  light,  226. 
Homogeneous  systems,  352. 
Hoppe,  £.,  494. 

Horse  power  of  storage  cells,  499. 
Horstman,  398. 
HumCy  />.,  13. 
Hydrates    and    therdiochemical    data, 

414. 
Hydrogels,  246. 

reversible  and  irreversible,  249. 
Hydrogen  electrode,  480. 
Hydrogen,  formula  of,  50. 
Hydrolysis,  390  et  seq. 
Hydrometer,  175. 
Hydrosol,  246. 
Hypothesis,  15. 

Ice  calorimeter,  407. 

Identity,  22. 

Index  of  refraction,  190  et  seq. 

Indicators,  theory  of,  391. 

Induced  radioactivity,  129. 

Induction,  14. 

Induction  capacity,  specific,  463. 

Induction,  photochemical,  506. 

Inertia,  19,  130. 

Infinite  dilution,  318. 

Infracooling,  268. 

Inorganic  evolution,  98  et  seq. 

"Insoluble,"  precipitates,  336. 

salts,  solubility  of,  461. 
Intensification,  513. 

Intensity  factor,  of  chemical  energy,  70, 
76. 

of  electrical  energy,  466  et  seq. 

of  energy,  24. 
Intensity  of  fixation  of  the  ions  (table), 

488. 
Internal  friction,  see  Viscosity. 
Interstellar  space,  140. 
Invariant  system,  291. 
Inversion  of  sugar,  353. 
Inversion  point,  292. 
Ions,  109,  188. 

actual  velocity  of,  452. 


Ions,  calculation  of  velocity  of,  453. 
color  of,  384. 
complex,  396,  447. 
dissociation  into,  222. 
independence  of,  451. 
indicating,  223. 
intensity  of  fixation  of,  488. 
rate  of  migration  of,  442  et  seq. 
similarity  with  molecules,  223. 
transference  numbers  of,  447. 
velocity  of  and  viscosity  of  solution, 

454. 
Isatnbert,  398. 
Isobar,  33. 
Isochor,  34. 
Isodimorphism,  237. 
Isohydric  solutions,  458. 
Isomers,  84. 
Isomorphism,  47,  198,  237. 

and  analysis,  199. 

of  elements,  199. 

test  for,  199. 
Isotherm,  32. 
Isothermal,  compression,  262. 

expansion,  work  done  in,  298. 

liquefaction,    application    of    phase 
law  to,  267. 
Isotherms,  Andrews',  154. 
Isotonic  coeffident,  220. 
Isotonic  solutions,  211. 
Isotropic  substances,  200,  202. 

Jamifij  150. 

Jeans,  J,  H,y  144. 

Jevons,  16. 

Joly,  /.,  ISO. 

Jotde,  J.  P.,  66,  427. 

Joule,  the,  405,  427. 

Joule-Thomson  effect,  259  et  seq. 

Judsortf  362. 

Jurin's  law,  181. 

Kauffmann,  11. ,  517. 

Kaufmanfty  W.y  131. 

Kayser,  II. ,  103. 

KekttUy  A.y  58,  502. 

Kelvin,  Lord,  see  Thomson,  Sir  William. 

Kilowatt,  427. 

Kindling  temperature,  365. 

Kinetic  theory,  applied  to  liquids,  175. 

applied  to  osmotic  phenomena,  215. 

applied  to  solids,  196. 

01  gases,  13s  et  seq. 

of  gases,  extension  of,  147. 

of  gases,  formulation,  137,  138. 
Kinetics,  chemical,  352. 
Kirchhof,  G.  R.,  103. 
Kirchhoflf's  law,  104. 
Knoblauch,  0.,  363. 
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Knowledge,  15. 

Koklrausch,  F.,  176,  423,  437,  447,  460, 

461,  462. 
Kohlrausch  and  HolborHf  441,  457. 
Kohlrausch's  rule,  449. 
KonowaloWy  382. 
Kopp,  F.,  282. 

Koppy  H.,  68,  177,  178,  179,  205. 
Kraenig,  136. 
Kuenefif  J.  P.,  158. 
Kundt's  method,  152. 

Labile  equilibrium,  270. 

Ladenburgf  i4.,  68. 

Laevogyratory,  229. 

Lambert  f  139. 

LandoUy  H.,  30,  236,  241. 

Landoll'Bdrnslein-Meyerhojff'er,  162, 423, 

etc. 
Landsberger-Walker-Lumsden  method, 

318- 
Laney,  103. 

Langley,  S.  P.,  loi. 

Laplace,  152,  181. 

Lavoisier f  A.  Z,.,  26,  29,  424. 

Law,  10  et  seq. 

Lea,  C,  96. 

Least  stable  variety  forms  first,  295. 

Le  Bel,  233. 

Le  Blanc,  M.,  423,  448,  455,  463,  485, 

487. 
Le  Blanc's  method  for  index  of  refrac- 
tion of  solids,  192. 
Le  Chatelier,  73,  399,  402,  421,  503,  504. 
Le  Chatelicr's  law,  ^7,^,  421,  422. 
Le  Chatelier-van't  HoflF  law  of  mobile 

equilibrium.  402. 
Leclanch^  cell,  473. 
Left  rotation,  203. 
Lehfeldt,  423. 
Lehman  ft,  O.,  204. 
Lemoine,  376. 
Lenard,  P.,  129. 
Length  of  year  proof,  30. 
Leucippus,  56. 
Lhermitc,  219. 
Liebig,  /.,  84,  366. 
Light,  action  of,  in  photography,  511. 

emission  of,  515. 

emission  of,  and  temperature,  100. 

influence  of,  on  reactions,  505. 

polarized,  200. 

refraction  of,  98. 

velocity  of,  98,  502. 

wave  lengths  of,  99. 
Lighting  and  dissociation,  173. 
Linde,  258. 
Line  spectra,  102. 
Lines  of  force,  86. 


Lippmann,  470,  471,  47a,  479. 
Lippmann's  capiUazy  electrometer,  469 

eiseq. 
Liquefaction,  heat  of,  284. 

molecular  heat  of,  285. 

of  air,  258. 

of  gases,  253  a  seq. 
Liquid,  air,  uses  for,  261. 

crystals,  204. 

solutions,  207. 
Liquids,  36,  175  el  seq, 

molecidar  weights  of,  64,  185. 

the  solution  of,  334. 
Liter,  18. 

Lockyer,  Sir  J,  N.,  102,  106,  107,  xo6. 
Lodge,  Sir  Oliver,  129,  452. 
Loew,  96. 

Logarithms,  use  of,  521. 
Lorenlz,  H.  A,,  109,  193. 
Lorentz  and  Lorenz  formula,  193. 
Lorenz,  65,  19^,  465. 
Lowering  of  freezing  point,  molecular 

(table),  328  ^  seq. 
Lowering  of  vapor  prepare,  3x0. 

and  elevation  of  boiling  point,  31a. 

and  osmotic  pressure,  317. 
Lubrication,  187. 
LUpke,  R.,  310,  423,  452. 
Luppo^ramer,  509. 
Luminescence,  515  et  seq, 
Luminiferous  ether,  110  ei  seq,  120,  aoo. 
Lumsden,  318. 

Lumsden  method,  see  Bleier  and  Kohn. 
Luiker,  R.,  423,  506,  509,  511,  513. 

Mach,  E.,  16. 
Macnair,  167. 
Afarckwald,  W.,  234. 
Mariotte,  E.,  32. 
Martin,  G.,  71. 
Mass,  29. 

Mass  action,  law  of,  71,  352  ei  seq. 
applied    to   heterogeneous   systems, 

364- 

applied  to  radioactive  change,  125. 

formulation,  353. 
Mass,  apparent,  130  et  seq. 
Mass  of  a  corpuscle,  117,  119. 
Masson,  O,,  453. 
Matter,  27,  132. 
Maximum  osmotic  pressure,  a  10,  ai2« 

213. 
Maximum  work,  72,  73,  420. 
Maxwell,  J,  Clerk',  no,  136,  141,  i86b 

424. 
Mayer,  Robert,  26. 
McGowan,  G,,  68. 

Measurements,  electrical.  427  ef  seq. 
Mechanical  equivalent  of  heat,  36. 
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Mechanics,  34. 

Mechanics,  chemical,  352. 

Meldda,  jR.,  500. 

Melting  may  oe  foUowed  by  sdidifi- 

cation,  296. 
Melting  point,  37,  284. 

and  amorphous  solids,  197. 

and  crystalline  solids,  197. 

calculation  of  change  in,  due  to  pres- 
sure, 304. 

effect  of  pressure  on,  288. 
Meltinff  points,  curve  of,  93. 

two  Tor  one  substance,  293. 
Membranes,  as  solvents,  219. 

capillary  structure  of,  219. 

copper  ferrocyanide,  209. 

function  of,  in  osnaosis,  218. 

giving  osmotic  effects,  209. 

ideal,  209. 

semipermeable,  208. 
MendJejefff  D.  /.,  89,  95. 
Menschutkinj  N,,  367. 
MensieSf  170,  322. 
Menzies'  method,  320. 
Mercuric  oxalate  actinometer,  507. 
Mercury,  surface  tension  of,  470. 
Mercury  unit,  426. 
Metamers,  84. 
Metaphysics,  9. 
Metastable  conditions,  286,  345. 

cryohydrates,  349. 

equilibrium,  268. 

forms,  formation  of,  295. 
Meter,  18. 
Mdkf  R,f  234. 
Metric  system  and  some  equivalents, 

525. 
Metronome,  325. 

van  Meyer,  £.,  68. 

Meyer,  Lothar,  89,  95. 

Meyer,  O.  £.,  136,  143,  144,  186. 

Meyerhofer,  W.,  346. 

Michelson,  A.  A.,  19,  98. 

Microchemical  anal3rsis,  197. 

Microns,  252. 

Migration  of  ions,  442  ei  seq. 

Mind  and  instrument,  8. 

Miscellaneous  data  and  formulie,  526. 

Mitscherlich,  E.,  198,  ^66. 

Mixed  crystals,  classification  of,  237. 

Mixtures,  constant  boiling  point,  308. 

eutectic,  349. 
Mobile  equilibrium,  271,  402. 

van't  Hoff's  law  of,  336. 
Molecular  conductivity,  439. 

formulae,  55. 

heat,  66,  150. 

heat  of  liquefaction,  285. 

heat  of  vaporization,  279. 


Molecular  lowering  of  freezing  point 
(table),  328  «^  se^. 

motions,  possible  vaneties  of,  153. 

raising  of  boiling  point,  312. 

raising  of  boiling  point,  calculation 
of,  320. 

raising  of  boiling  point  (table),  330. 

refraction,  194. 

rotation,  235. 

theory,  56  et  seq. 

theory,  development  of,  61. 

volume,  156  et  seq. 

volume  of  liquids,  177. 

volume  of  solids,  205. 
Molecular  weight,  determination  of,  63. 

from   maximum   osmotic   pressures, 
213. 

from  surface  tension,  184  et  seq. 

of  molten  metals,  327. 

selection  of,  by  covolume,  179. 
Molecule,  62,  135. 

estimated  size  of,  144  ei  seq. 
Monatomic,  gases,  64,  153. 

metals,  327. 
Monotropy,  296. 
Monovariant  system,  291. 
Morgan,  185. 
Money,  19. 
Morse,  H.  N.,  212. 
Motion,  19. 
Miiller-Erzbach,  401. 
Muir,  M.  M.  P.,  68,  89. 
Multiple  proportions,  see  Definite  and 

multiple  proportions. 
Multirotation,  229. 
Multivariant  system,  292. 

Nalanson,  378. 

NaUerer,  255. 

"Natural  laws,"  69. 

Negative  catalysis,  369. 

Nernst,  W.,  3,  4,  i73,  303,  382,  423, 463, 
474,  480. 

Nemst's  theory  of  production  of  poten- 
tial, 474  et  seq. 

Neumann,  F.  E.,  66. 

Neumann's  extension  of  Dulong  and 
Petit's  law,  66. 

Neutrality,  thermo,  417. 

Neutralization,  heat  of,  406,  408. 

New  elements,  125. 

Newlands,  J.  A.  R.,^. 

Newton,  Sir  Isaac,  11,  28,  41,  56,  68, 69, 
74,  no,  152. 

Nickel-iron-alkali  cell,  500. 

Nicol  prism,  201. 

Nicol,  Wiltiam,  201. 

Niefce,  N.,  509. 

NoUet,  Abbi,  209. 
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Nonreversible  cells,  473. 
Non variant  system,  291. 
Normal,  electrode,  480. 

solution,  207. 
Notation,  chemical,  39. 
Noyes,  A.  A.,  244,  360,  395. 
Numerical  regularities,  see  Periodic  law. 

Object,  17. 
Objective  facts,  8. 

measures,  69. 
Octaves,  law  of,  89,  90. 
Odors,  transmission  of,  136. 
Ogdohedry,  198. 
Ohm,  426. 
OAm,  G.  S.f  426. 
Ohm's  law,  426. 
Olsen,  J.  C,  162. 
OnneSy  A".,  261. 
Optical,  activity,  231. 

axes,  201. 

instruments,  98. 

sensitizing,  513. 

symmetry,  231. 
Order  of  equilibrium,  267,  373. 
Order  of  reactions,  determining,  361. 
Organic  chemistry,  classifications  of,  85. 
Osmosis,  qualitative  experiment,  208. 
Osmotic  phenomena  and  the  theory  of 

dissociation,  206  et  seq. 
Osmotic  pressure,  abnormal,  220. 

abnormality  explained,  223. 

and  lowering  of  vapoT  pressure,  327. 

attempts  to  explain,  215. 

attraction  hypothesis,  216. 

function  of  the  membrane,  218. 

in  other  solvents  than  water,  215. 

in  solid  solutions,  240. 

kinetic  hypothesis,  215. 

maximum,  210. 

of  colloidal  solutions,  252. 

surface  tension  hypothesis,  217. 

theory  of  production  of  potential,  474. 
Oslwald-Luihcr-Druckerj  159,  435,  446. 
Ostwald,  Wilhelm,  3,  4,  16,  56,  57,  59, 
62,  68,  76,  77,  198,  213,  238,  354, 

357,  358,  3^7 y  3^3^  384,  409,  4", 

423,  457. 
Ostwald,  Wolfgang,  243,  246,  455. 

Ostwald's  dilution  law,  7,^7,, 

a  deduction  from,  456. 

and  the  dissociation  constant,  455. 
Oxidation  and  reduction  series  (table), 

484  et  seq. 
Oxides  of  carbon,  60. 

of  copper,  59. 
Oxygen  the  standard   for  symbol 

weights,  52. 
Ozone,  formation  of,  422. 


Partial  pressure,  206. 

Partition  coefficient,  350. 

PascheUf  421. 

Pasteur,  £.,  231,  232,  233. 

Pearson f  Karl,  12,  13,  16. 

Petal  y  171. 

Periodic,  law,  94. 

system,  87  et  seq, 

table,  89,  90,  91. 
Periods,  long,  92. 
Perkin,  235. 
Permanent  gases,  254. 
Perpetual  motion,  26. 
Perpetual  motion  machines,  403,  503. 
Perrin,  /.,  146,  216,  252. 
Petit,  A,  r.,  65. 
Pfefery  W,y  210,  211,  212. 
Phase,  264. 
Phase  law,  263  et  seq,  291,  352. 

applied  to  solubility  of  sodium  sul- 
phate, 345. 

formulation,  268. 
Phenidan  philosophy,  56. 
Philosophy,  5,  8. 
Phlogiston,  424. 
Phosphorescence,  517. 

physiological,  518. 

without  previous  illumination,  518. 
Phosphorus,  formula  of,  50. 
Photochemical  absorption,  504. 

extinction,  507. 

induction,  506. 
Photochemistry,  24,  502. 
Photography,  24,  248,  508  el  seq. 
Physical  chemistry,  definition  of,  3  et 

seq. 
Physical  equilibrium,  265,  374,  376. 

processes,  23. 
Physicochemical,  constants,  23. 

processes,  23. 
Physiological  phosphorescence,  518. 
Pklel,  254,  255. 
Pigment  process,  514. 
Pitchblende,  122. 
Planck y  J/.,  306. 
Plane  polarized  light,  200. 
Plants,  G.,  494. 

Plants  method  of  forming  plates,  494. 
Plasmolysis,  211. 
Pliicker,  J.,  113. 

Pliicker  tubes,  see  Crookes  tubes. 
Plus  pole,  432. 

Poggendorff  compensation  method,  467. 
Poiseuille,  186,  187. 
Poiseuille's  formula,  186. 
Poisson,  181. 
Polariscop>e,  201,  226. 

wedge  instrument,  230. 
Polarity  theory,  74. 
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Polarization,  485  ei  seq. 

at  one  electrode,  486. 

measurement  of,  486. 
Polarized  light,  200. 

and  solutions,  226. 

ciystals  in,  202. 

rotation  of  plane  of,  202. 
Polonium,  122,  124. 
Polymers,  84. 
Polymorphism,  292. 
Polymorphous  forms,  83,  199. 
Pope,  W,  /.,  203. 
positive  pole,  432. 
Potential;  at  an  electrode,  formula,  475. 

at  contact  of  solutions,  476. 

decomposition  (table),  486  et  seq. 

electrode,  as  a  measure  of  intensity 
factor  of  chemical  energy,  483^. 

fall  in,  428. 

measurement  of  single,  479. 

of  calomel  electrode,  481. 

osmotic  theory  of,  474. 

series  (table),  482  et  seq, 

thermodynamic,  296. 
Potentiometer,  468. 
PoyrUingy  189. 
Precipitation  pressure,  331. 
Precipitation,  the  process  of,  331  e/  seq. 
Predictions  from  the  periodic  law,  95. 
Prefixes  for  valence,  80. 
Pressure  and  solubility,  338. 

calculation  of  change  in  melting  point 
due  to,  304. 

critical,  256. 

dissociation,  398. 

effect  on  equilibrium,  377  ei  seq. 

effect  on  melting  point,  288. 

effect  on  viscosity,  188. 

of  gases,  cause,  137. 

osmotic,  208. 

partial,  206. 

vapor,  274  e/  seq. 
PreuneTf  C,  171,  401. 
Primary  batteries,  472. 
Principle,  of  continuity,  37. 

of  maximum  work,  420. 
Printing  processes,  514. 
Probability,  13,  15. 
Problems,  applications  of  the  gas  laws, 

520. 
Processes,  22,  253  el  seq. 

chemical,  23. 

physical,  23. 

physicochemical,  23. 

reversible,  27. 

temperature  coefficient  of,  304. 
Properties,  17,  135  et  seq. 

number  of,  21. 
Protecting  colloids,  248. 


Proto  elements,  108. 

Protyle,  97. 

Proust,  J.  L.,  72. 

Prout,  W.,  87. 

Prout's  h3rpothesis,  87,  97,  120,  129. 

Pulfrich,  190. 

Puurich  refractometer,  190. 

Pure  water,  460. 

Pycnometer,  175. 


Quadruple  points,  345. 
Quantity  factor  of  energy,  24. 


Radiant  energy,  502. 

conversion  to  chemical,  507. 

factors  of,  504. 

pressure  exerted  by,  503. 
Radioactive  substances  other  than  ra- 
dium, etc.,  129. 
Radioactivity,  121. 

induced,  129. 
Radium,  122. 

heat  evolution  from,  127. 

is  it  an  element,  127. 

rays  from,  123. 
Raising  of  boiling  point,  molecular,  cal- 
culation of,  329. 

table  of,  330. 
Ramsay,  Sir  William,  3,  103,  124,  125, 

142,  185. 
Range  of  alpha  rays,  126. 
Rankine,  W.  J,  M,,  24. 
Raoult,  311. 

Rate  of  migration  of  ions,  442  et  seq. 
Ratio  between  specific  heats  of  gases, 

151. 
determination  of,  152. 

Ratios  from  analysis,  42,  46. 

Rayleigh,  Lord,  103,  136. 

Reactions,  chemical,  are  all  reversible, 

372. 

equilibria  in,  371  ^  seq. 
Reactions,  determining  order  of,  361. 

endothermic,  422. 

heat  of,  72,  408. 

heat  of,  calculating,  410. 

influenced  by  light,  505. 

in  storage  cell,  495. 

low  order  of  most,  363. 

of  first  order,  355. 

of  higher  orders,  362. 

of  second  order,  356. 

of  third  order,  360. 

reversible,  371. 

velocity  of,  70,  352  «l  seq. 
Reaumur  scale,  33. 
Recurrence  of  properties,  90. 
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Reduced  equation  of  conditions,  273. 
Reduction  and  oxidation  series  (table), 

484  ei  seq. 
Reduction  of  acidity  by  addition  of 

neutral  salt,  389. 
Refraction,  atomic,  194,  195. 

double,  200. 

index  of,  190  ei  seq. 

molecular,  194. 
Refraction,  specific,  193. 
Refractometers,  ipo. 
Regularities  in  boding  points,  282. 
ReicheTf  383. 
Relativity  principle,  19. 
Remembering,  the  art  of,  8. 
Residual  current,  488. 
Residuum  of  the  unknown,  112. 
Resistance,  425. 

in  a  wire,  491. 

of  electrolytes,  measuring,  430. 

specific,  438. 
Resistivity,  438. 
Retarders,  in  development,  512. 
Reversal,  of  image,  512. 

of  spectrum  lines,  103. 
Reversibility  of  reactions,  43. 
Reversible,  cells,  473. 

processes,  27. 

reactions,  371. 
Rheostat,  428. 
Richard  t  150. 

Richards,  T.  W.,  167,  180,  407,  434. 
Richter,  J.  B.,  72. 
Right  rotation,  203. 
Right  thought,  9. 
Rigollot,  H.,  508. 
Ripening  of  emulsions,  510. 
Rodger,  188. 
RUntgen,  W.  C,  113. 
Rontgen  rays,  113,  114,  124. 
Roloff,  M.y  506. 

Roozeboom,  H.  W.  B.,  296,  347. 
Roscoe,  506,  507. 
Rossettij  421. 
Rossi gnolf  362. 
Rotary  dispersion,  226. 
Rotating  power,  a  constitutive  prop- 
erty, 228. 

effect  of  temperature  on,  228. 
Rotation,  electromagnetic,  235. 

molecular,  229,  235. 

of  plane  of  polarized  light,  202. 

of  pure  liquids,  228. 

of  solutions,  228. 

right  and  left,  203. 
Rudolphi,  M.,  384. 

Rudolphi-van't  Hoff  formula,  384,  456. 
Rule  for  formula  weight,  49. 
Rules,  12. 


Rutherford,  E,,  113,  123,  124,  125,  laS, 

129. 
Rutherford-Soddy  hjrpothesis,  laS. 
Rutherford's  table,  126. 

Sacchasimeters,  230. 

St,  GilUsy  P,  de,  379. 

Salcher,  388. 

Salts,  conductivity  of  solid  and  foaed, 

464. 
Saponification  of  ester,  379. 
Saturated  compound,  78. 
Saunders,  A,  P.,  346. 
Schede,  505. 

Schmidt,  G.  C,  122,  242. 
Schmidt,  H.  W,,  127. 
SchSnfiiess,  A,,  303. 
Schreinemakers,  F,  A»  H,,  296. 
Schupp,  W.,  171. 
Scientific  method,  8. 
Screens,  see  Fluorescent  screens. 
Secondary  batteries,  472. 
Second  order  reactions,  356. 
Seebeck,  509. 

Selecting  symbol  we^ts.  94. 
Selection  of  symbol  weight  for  oxygen, 

44  et  seq. 
Selenium,  resistance  of,  and  fight,  508. 
Semipermeable  membranes,  308. 
Sending  photographs  ami  writing  by 

telegraph,  508. 
Sense  impression,  8. 
Sensitizing,  chemical,  514. 

optical,  513. 
Separation  of  opticaUy  active  varieties, 

232  «/  seq. 
Series,  electrochemical,  73,  482  et  seq. 
Series  of  spectrum  lines,  106. 
Shields,  185. 
Siedentopf,  145,  251. 
Siemens  unit,  426. 
Silver  chloride  actinometer,  507. 
Single  potentials,  479. 
Size  of  a  molecule,  144  «^  seq. 
Smiles,  S.,  189. 
Smith,  Alexander,  12. 
Soddy,  F.,  124,  146. 
Sodium  sulphate  and  its  hydrates,  340 

^  seqy  345- 
Summering,  209. 
Sohncke,  L.,  203. 
Solar  engines,  503. 
Solarization,  512. 

Solidification  may  follow  melting,  296. 
Solids,  36,  196  «/  seq, 

amorphous,  37. 

concentration  of,  400. 

crystalline,  37. 

equilibrium  in,  393. 
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Satida,  molecular  volume  of,  205. 

molecular  weights  of,  64. 
Solid  solutions,  237  e<  seq. 
Sols,  249. 

Solubilities,  mutual,  and  surface  ten- 
sion, 183. 

of  ferric  chloride  hydrates,  347  et  seq. 
Solubility,  change  of,  with  pressure,  338. 

change  of,  with  temperature,  336. 

coefficient  of,  332. 

critical  point  of,  334. 

curves,  336,  337. 

empirical  rule  regarding,  335. 

increasing  the,  396. 

nothing  insoluble,  479. 

of  "insoluble"  precipitates,  461. 

of  sodium  sulphate,  340. 
Solubility  product,  394  ei  seq, 

exceptions  to,  395. 

formulation  of,  395. 
Solute,  36. 

Solution,  heat  of,  339,  408,  413  (table), 
414. 

in  part  a  chemical  reaction,  339. 

of  gases,  331. 

of  liquids,  334. 

pressure,  331. 

the  process  of,  331  ef  seq. 
Solutions,  36. 

classification  of,  206  el  seq. 

colloidal,  37. 

conductivity  of  nonaqueous,  462. 

continuity  in,  37. 

homogeneous  equilibrium  in,  382. 

isohydric,  458. 

isotonic,  211. 

normal,  207. 

of  gases  in  solids,  238. 

of  liquids  in  solids,  238. 

of  solids  in  solids,  237. 

potential  at  contact  of,  476  ei  seq. 

salt,  viscosity  of,  188. 

solid,  237. 

surface  tension  of,  184. 

which  rotate  the  plane  of  polarized 
light,  228. 
Solvent,  36. 

influence  of,  on  the  velocity  of  reac- 
tion, 366. 
Space,  17. 

between  molecules,  64. 
Specific,  cohesion,  182. 

conductance,  438. 

density,  31. 

gravity,  23,  31. 

heat,  35,  36,  65,  66,  67. 

heats  of  gases,  149  ei  seq. 

induction  capacity,  463. 

refraction,  193. 


Specific^  resistance,  438. 

rotation,  see  Rotation,  specific. 

viscosity,  187. 

volume,  31. 

volume  of  liquids,  176. 
Spectra,  absorption,  103. 

and  the  periodic  law,  107. 

band,  105. 

line,  102. 

of  argon,  hydrogen,  iron,  106. 

of  compounds,  105. 
Spectrometer,  190. 
Spectroscopic  anal3rsis,  102. 

delicacy  of,  105. 
Spectroscopic  evidences,  98  ei  seq. 
Spectrum,  99,  136. 
Spectrum  lines,  formulation  of  series, 

106. 
Spencer y  Herbert ,  18. 
Spinthariscope,  123. 
Spontaneous  combustion,  365. 
Stability  of  elements,  129. 
Stable  equilibrium,  268. 
Stahl,  G.  £.,  70. 
Standard  cells,  468  ei  seq. 
Standard  conditions,  34. 
Star  temperatures,  102. 
Stas,  J.  5.,  87. 

Static  method  for  measuring  vapor  pres- 
sures, 274  ef  seq. 
Statics,  chemical,  352. 
Steam  calorimeter,  407. 
SteeUy  B.  />.,  453. 
Stefan,  7.,  loi. 
Stefan's  law,  loi. 
Stellar  chemistry,  104. 
SlenOf  N.f  198. 
Stereochemistry,  233. 
Stevenson^  185. 
StUglitZj  7.,  392. 
Stoicheiometrical  constants,  40. 
Stoicheiometry,  39. 
Stokes  y  186. 
Stokes'  laws,  118,  517. 
Stoney,  G.  7.,  132,  147. 
Storage  cells,  473,  494  ei  seq. 

efficiency  of,  497. 

horse  power  of,  499. 

rules  for  charging  and  discharging, 

497. 
"sulphated,"  498. 

temperature  coefficient  of,  499. 
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